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EXECUTIVE SUMMARY

This year-end status report fulfills the fiscal year 2002 (FY02) Milestone M2-03 for TTP #F TIOWE2I
“Subsurface Contaminant and In Sitn Remediation Projects, Subtask M”. MSE Technology Applications

-(MSE} is funded by the Subsurface Contaminants Focus Area (SCFA) and the U.S. Department of Energy

(DOE) under TTP #FT10WE21 to contribute to fulfilling needs identified by the Hanford Science and
Technology Coordmatlon Group (STCG)

MSE is focusing the ef_fort_s of the work in the 200 West Area of the Hanford Site where a plume of
uranium exists in the 200-UP-1 Groundwater Operable Unit. The objeetive of this project is to develop a
conceptual geochemical model to quantify the mobility of uranium in the unsaturated and saturated soils
associated with the 216-U1/U2 Cribs in.the 200 West Area of the Hanford Site, producing an acceptable
correlation between predicted and observed concentrations of uranium in the groundwater.

The dlstnbutlon of contaminants such as uranium in the soil profile depends on the physical properties.of
the waste stream, which provides the transport medium (i.e., water), and the chemical properties of the
contaminant, which affect contaminant-soil interactions. Other characteristics affecting the contaminant

‘soil interaction include the geologic and geochemical properties of the soil column and the composition of

soil moisture and soil gases.

The activities.accomplished during FY02 are described in this report. Laboratory analyses completed in
FY02 include analyses of the seil and soil gas samples obtained during the drilling of well 299-W19-43;
and completion of the laboratory batch testing for model calibration. Geochemical. modeling activities
completed include the incorporation of data and information from the field measurements and laboratory
analyses into the geochemical model and completion of first iteration of the geochemical model. In
addition, a summarization of inventory of the wastes disposed of in the 216-U1/U2 Cribs was prepared and
the procurement process for the validation for the geochemical model was initiated. The available results
from these-activities are presentéd in this report.

The geochemical model parameters, sensitivity analysis of uranyl (UO,™) adsorption modeied by
MINEQL+© v. 4.5, calibration batch testing, and imitial geochemical modeling results are discussed in this
report. The geochemical model considers UO,™ is adsorbed to specific sorbing 51tes typically composed
of metal oxide or hydroxlde coatings on the soil matrix.

The pnmary sorbents of uranium are Fe(IIl) and Al oxyhydroxides, clays, zeolites, phosphate minerals, and
organic matter (Langmuir, 1997). Previous studies have indicated that iron-hydroxide surface sites
(=FeOH) dominate UO,"? complexation in Hanford soils (Barnett et al., 2002). Consequently, MSE
assumed that the primary sorbent of UO2+2 in the soils was =FeOH.

MSE chose to use a diffuse layer surface complexation model for the geochemical modeling efforts. The
parameters required for the diffuse layer model include: the concentration of available sorbing sites in a
given volume of the soil matrix; the surface area of the sorbents exposed to the groundwater: and the
thermodynamic equilibrium constants for reactions involving the surface sites and aqueous components.
The remaining parameters used in the geochemical modeling of UO2+2 adsorption included aqueous
component concentrations, CO2 concentrations, and thermodynamic constants. Results of the sensitivity
analysis of UO2+2 adsorption were used to determine which model parameters affected UO2+2 adsorption
most.

Calibration of the geochemical model will be completed through a series of laboratory.batch tests to
compare the measured sorption of UO2+2 to the adsorption predicted by the geochemical model. Initial

* laboratory batch tests were conducied to provide calibration data. Input parameters for the geochemical

model will be adjusted within reasonable bounds in order to produce an acceptable correlation between the
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predicted and measured data. Because the sorption of uranium to soils is pH dependent, the model results
are presented as plots of uranium sorption a function of pEL

The results of the initial geochemical model as compared to the results from the batch testing are presented -
in this report. The results are presented as plots of the percent of uranium adsorbed as a function of the pH
under which the adsorption occurred for both the model predictions and observed data from the batch tests.
The goodness-of-fit between the observed and predicted UO2+2 adsorpt;on data was evaluated
quantltatlvely and qualitatively.

Dlscrepan01es between the model and laboratory results may be attributed to several factors including
over/under estimation of available adsorption sites, etrors in thermodynamic constants, and inclusion
and/or exclusion of specific chemical reactions. While the RMSE values for the models indicate poor
agreement between the modeled and observed values for adsorption, the general shape of the modeled and
observed sorption curves in most cases is promising. The reslis of this preliminary effort will be
reexamined, several batch tests rerun and the baich test procedure reviewed to ensure that the modeled
geochemical conditions reflected those of the batch test.
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1 INTRODUCTION

This year-end status report update fulfills the fiscal year 2002 (FY02) Milestone M2-03 for TTP
#FT10WE21 “Subsurface Corntaminant and In Situ Remediation Projects, Subtask M*. MSE Technology
Applications (MSE)‘is funded by the Subsurface Contaminants Focus Area (SCFA) and the U.S. :
Department of Energy {DOE) under TTP #FT10WE21 to contribute to the following needs identified by
the Hanford Science and Technology Coordination Group (STCG).

1) RL-S828 “Understand, Quantify, and Develop Descriptions of Reactions and Interactions between
Contaminants of Concern and Vadose Zone Sediments™; and

2) - RL-S832, “Understand and Quanti ify the Relanonsh;tp Between Contaminant Sources, Vadose Zone
Plume Properties, and Groundwater Plume Propertzes at Hydrologic Boundaries wzth a Focus on the
Groundwater-Vadose Zone Interface”.

The work addressed by these needs is considered critical to the success of the Accelerated Cleanup: Paths
to Closure (ACPC). Other needs that this work may feed into include RL-8812, “Cost-Effective, In-situ
Remediation of the Vadose Zone of One or More of the Following Radionuclides: Uranium, Plutonium,
Cesium, Cobalt, or Strontium=-90”; and RL-S816, “In-situ Characterization to Determine the Extent of Soil
Contamination of One or More of the Following Radionuclides: Uranium, Plutonium, Cesium, Cobalt, or
Strontium-90".

RL-SS12 and RL-SS16 are remediation needs that address general technology gaps in characterization, .
monitoring, and remediation. These specific needs call for application of innovative technologies, which
can also include novel combinations of existing technologies.

1.1 BACKGROUND

MSE is fo¢using the efforts of the work in the 200 West Area of the Hanford Site where a plume of
uranium exists in the 200-UP-1 Groundwater Operable Unit.  The contaminated groundwater is primarily
associated with discharges to the U1 and U2 cribs in the 200-Area. Currently, a pump and treat system is
in place at the site that is designed to reduce the contaminant mass within the plume and minimize
migration of uranium and technetium-99 from the 200 West Area. Analytical data from momtormg wells
located within and around the contaminated groundwater indicate the pump and treat system is effectively
removing the technetium-99 from the groundwater, however, it is not removing enough uranjum from the
groundwater to meet the compliance requirements for the site. The purpose of the study is to focus on
uranium and how it interacts with the soil in terms of adsorption to the soil matrix.

Technetium-99, nitrate, and carbon tetrachloride are also present within 200-UP-1 Operable Unit in

. concenfrations above the maximum concentration limit (MCL) for drinking water under the Safe Drinking

Water Act. These contaminants have been adequately addressed by the pump and treat system, or are being
addressed by other remedial systems and are not of specific concern at this site. However, other
contaminants that may be present at ‘the site may be considered from the standpoint of the impact they may
have on the mobility of the aranium.

The remedial action cbjective (RAQ) for wranium in the groundwater, as stated in the Interim Action

‘Record of Decision for the 200-UP-1 Operable Unit (EPA, February 1997), at the site is 480 micrograms

per liter (ug/L). This value corresponds to 10 times the cleanup level for uranium under the Washington
State Department of Ecology’s Model Toxics Control Act (MTCA).

1.1.1 Previous Investigations

Previous investigations at the site inciude:
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1y . U1/U2 Uranium Plume Characterization (WHC June 1, 1988);

2) 200 West Area Limited Field Investigation (BHI March 1995);

3) Waste Site Grouping for 200 Areas Soil Investigations (DOE/RL January 1,1997}); and
4) 200 Areas Remedial Investigation/Feasibility Study (DOE/RL April 1, 1999).

1.1.2 Remedial Action Objectives

The remedial action objective (RAO) for uranium in the groundwater, as stated in the fnterim Action
Record of Decision for the 200-UP-1 Operable Unit (EPA, February 1997), at the site is 480 micrograms
per liter (png/L). This value corresponds to 10 times the cleanup level for uranium under the Washington
State Department of Ecology’s Model Toxics Comtrol Act (MTCA).

In FY99, the average uranium concentration in extraction well 299-W19-39 was 210 pg/L. Uranium
concentrations have ranged from 275 pg/L-in 1997 to 210pg/L at the end of FY99 in the extraction well.
Downgradient, in well 299-W19-40, the uranium concentration was approximately 200 pg/L.’ However
concenfrations of uranium within the plume exceed the RAO.

1.1.3 Conceptu'al Site Model

The following description of the distribution of uranium contamination at the site is taken from the Interim
Action Record of Decision (ROD) for the 200-UP-1 Operable Unit (EPA, February, 1997):

The 200 West Area is an operational area of approximately 5.1 square kilometers (1.97 square miles) where
spent nuclear fuel was processed in four main facilitics: U Plant (primarily uranium recovery); Z Plant
(primarily plutonium separation and recovery); and S and T Plants (primarily uranium and plutonium
separation from irradiated fuel rods}).

Contamination in the 200-UP-1 Operable Unit resulted from historic discharges of process water from the
O3 Plant to five primary liquid waste disposal sites (cribs). The predommant contaminants were uranium
and technetium-99. The major portion of discharge to the soil column was via two cribs (216-U1 and 216-
U2) between 1951 and 1968, which tmnsported the mobile constituents, particularly technetium-99, to the
water table. However, most of the uranium discharged to the cribs was retained in the upper 20 meters (66
feet) of the soil coluron, During the final years of the-cribs operation (1966 through 1968), small volumes
of highly acidic decontamination wastes were discharged, which resnlted in the dissolution and transport-of
part of the previously dep031ted autunite (uranjum phosphate). Low concentrations of uranium were
detected in the groundwater monitoring wells near 216-U1/U2 during this period. The maj ority of
dissolved uranium was distributed throughout the soil column beneath the crib with the largest
conceniration deposited above a caliche layer at about 50 meters (164 feet) depth. During 1984, large
volumes of coolmg water were discharged to the adjacent 216-U16 ctib, which reportedly resulted in

" transport of uraninm fo tha groundwater. This history and the contaminant flow path are captured in. Figure
1-1, generated by MSE io faclhtate the understanding of the site.
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Conceptual Model for Uranium Transport to the
Groundwater from the 216-U1/U2 Cribs
200 West Area, Hanford Site

216-U1/U2 Cibs

Sails Altered by

Acidic Waste Well or Conduit

to Groundwater

(3)

Perched Groundwater

Regional Groundwater Tab

Dilute acidic liquid waste containing uranium was disposed to the ground through the
216-U1/U2 cribs from 1957 until 1968. The uranium was immobilized in the soil by the
formation of an insoluble carbonate-phosphate compound.

From 1966 through 1968, the pH of the waste stream decreased and the uranium was re-
mobilized and deposited deeper into the soils, possibly to a caliche layer. The more
acidic waste streamn may have also altered the soils directly below the cribs.

In the early 1980's, cooling water was discharged to a crib (216-U16) located south of the
216-U1/U2 cribs, creating a perched water table on the caliche layer.

This perched water may have been responsible for transporting the more mobile uranium
to a vertical conduit, such as a well or thin spot in the caliche layer.

Some of the uranium may have permeated to the soil below the caliche layer beneath the
216-U1/U2 cribs.

The mobile uranium traveled down the vertical conduit to the regional groundwater table.
As it traveled, the uranium may have permeated into the soils surrounding the conduit.

@0 6 © ® O

@ Upon reaching the water table, the uranium spread out and formed the uranium plume
found at the site.

Figure 1-1. Conceptual site model.
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During 1985 uranium concentrations in the groundwater abruptly increased from 166 to 72,000 pCi/L.
Limited pump and treat activities were initiated in 1985 to recover the uranium from the groundwater using
ion exchange. During the six months of pump and treat, about 687 kilograms (1,500 pounds) of uranium
were recovered and the conceniration in well 199-W19-3 was reduced to 1,700 pCi/L.

From September 1995 to February 1997, the Phase I pump-and-treat injection operations operated using a
single extraction well and a single injection well. Operatlons were halted from February 8, 1997 to March
30, 1997,

On February 25, 1997, an interim action ROD was issued for the 200-UP-1 pump-and-treat operations.
The selected remedy consisted of pumping and treating the highest concentration zone of the uraninm and
technetium-99 plumes. Before the interim action ROD, groundwater was ireated onsite using jon-exchange
technology and granular activated carbon. Since starting Phase I1-of the operations in March 1997,
groundwater is transported to the Effluent Treatment Facility (ETF). Once treated, the groundwater is
discharged to the state-approved land disposal site north of the 200 West Area. -

In addition to the uranium and technetium-99 plumes, nitrate and carbon tetrachloride are also present
within 200-UP-1 Operable Unit in concentrations above the MCL for drinking water. Nitrate
contamination resulted from discharges of neutralized nitric acid to various cribs located in the U Plant and
S Plant areas. The source for the carbon tetrachloride is believed to be upgradient and outside the 200-UP-
1 Operable Unit, and associated with the Z Plant disposal sites. The extent of carbon tetrachloride and
nitrate contaminant plumes are much larger compared to uranium and technetium-99 plumes. Carbon
tetrachloride contamination in the groundwater is found throughout the entire 200 West Area. A.small
amount of carbon tetrachloride was used as a degreasing agent in the 200 Area. The nitrate plume extends
from west of the 200 Area to the Columbia River. The nitrate plume is much larger and coalesces with-
other nitrate contaminant plumes from a number of 200 West Area facilities.

The leading edge of the uranium plume has migrated beyond-the 200 West Area boundaries. The
combined urarium and technetium-99 plume covers an area of approximately 0.5 square kilometers (0.2
square miles).

1.2 PROJECT OBJECTIVE

The objective of this project is to develop a conceptual model of uranium mobility in the unsaturated .and
saturated soils associated with the 216-U1/U2 Cribs in the 200 West Area of the Hanford Site, producing
an acceptable cotrelation between predicted and observed concentrations of uranium in the gromdwater.

1.3 SCOPE

The scope of the project includes the following tasks:

1. Sampling of the soil and porewater for analysis of chemical and physical properties to develop a
surface complexation model for the site. This will be used to determine the variation in the
partitioning of the uranium between the soil and porewater for the site soil profile.

2. Using the surface complexation model, new partitioning rélaﬁonships for potential contaminant
transport paths at the site will be developed. .

3. The new partitioning relationships will be used to simulate uranium transport for each potential
transport path including its source. :

4. The model providing the best fit of the sirmulated results with observed data will be used to update
the conceptual model of uranium transport at the site.
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The majority of the data that are being used for developing the geochemical model were obtained from
analysis of soil and porewater samples acquired during the installation of well 299-W19-43 in FY01 within
the UP-1 Operable Unit. Other data sources include soil samples from the Hanford core- 11brary data.
obtained from a cone penetrometer test (CPT) conducted near the location of weil 299-W19-43, and
information obtained from previous documentation on the cribs of concem and their waste inventory.

The sampling effort, coordinated in conjunction with Bechtel Hanford, Inc. (BHI), the organization
responsible for work in this area before July 1, 2002, followed site work requirements and protocols. BHI,
as representative of the host site, assumed responsibility for coordination of in-kind and direct sampling
support for this effort, and therefore provided the EM-40 cost sharing. The host site also pr0v1ded support
in the areas of site interface and documentation requ:lrements

1.-4 PROJ.E.CT SCHEDULE

The project wﬂl be completed over a four-yea.r period. The sampling was completed, and the laboratory
analysis initiated during FY01. During FY02, the laboratory analyses and the stratigraphic, lithologic, and
geochemical profiles for the site were completed. Also in FY02, the first iteration of a geochemical model
and the laboratory batch tests for model calibration were completed. In FYO03, the calibration of the. .
geochemical model will be completed and the model will be validated. Once this is completed; the
conceptual model will be refined and recommendations for remedial alternatives will be presented. This
status report was initially prepared at the end of FY01, updated at the end of FY02, and will be updated
again in FY03. A final closeout réport for the project will be prepared at the end of FY04.

1.5 PROJECT PARTICIPANTS

The project participants have been MSE, BHI, Fluor Hanford Inc. (FHI), DOE-Richland Office (DOE-RL),
and the Washington State Department of Ecology {(Ecology). The roles and responsibilities of each party
are defined in the project management plan {MSE 2001a) and the Memorandum of Understanding (MOU)
(BHI 2001a).

1.6 'REPORT ORGANIZATION

This report is orgamzed to capture the efforts completed during FY01 and FY02 and to prov1de sufﬁcxent
background of the project to support these efforts. The report includes a summary of the project design and
approach followed by a review of the activities completed during FY01 and FY02, and the results of these
activities. Also included are the projected out year activities for the project.
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2 DESIGN APPROACH

The distribution: of contaminants such as uranium in the soil profile depends on the physical properties of

the waste stream, which provides the transport medium (i.c., water), and the chemical properties of the -

contaminant, which affect contaminant-soil interactions. Other characteristics affecting the contaminant
soil interaction include the geologic and géochemiical properties of the soil column and the composition of
soil moisture and soil gases. Contaminant soil interaction is generally described in terms of the following
processes: '
Adsorption and desorption inéluding ion exchange;

Precipitation and dissolution; .

DJM:—-

' Filtration and remobilization of colloids and suspended particles; and
4. Diffusion into micro-pores within mineral grains.

Of these, adsorption and desorption of the contaminant to the soil matrix are probably the. dominant
processes-for site conditions. As such, theproject has been designed to understand controls on these
processes. Precipitation and dissolution are also expected to influence uranium mobility, and will be
investigated during the project. ‘The other processes listed will be addressed to determine their relative -
importance. However, they are not expected to be mlportant to the mobility of uranium at the site.

2.1 T’HE GEOCHEM!CAL MODEL

A geochemical model of the site will be developed to describe the mobility of uranium in unsaturated and
saturated zones for the existing site conditions. To provide the best geochemlcal model, both the
unsatirated and saturaied zones must be characterized.. The imsaturated zone is important because uranium
is likely still bound in the soil. Consequently, the unsaturated zone is a potential continuing contaminant
source. - Likewise, the saturated zone is important because it is the primary focus of the current remedial
action (pump-and-reat).

The geochemical model will be used to enhance the current conceptual model of the site. The conceptual
model is the basis for developing flow and transport models, which serve to evaluate potential remedial
options for the site. It is imperative to study and understand the entire mobility system, includingthe
contaminant source, vadose zone transport and adsorption processes, and the saturated zone transport and
adsorption processes. Concentmtmg on just one of these could potentially lead to the implementation of a
remedial action that will ultimately fail. By characterizing and understanding the entire process, future
modeling of the uranium mobility will be significantly more detailed and as a result, a more successful
remedial system can be designed.

Developing the geochemical model will require going beyond empirical adsorption isotherm models, which
cannot be-extrapolated to conditions that differ from those considered in model parameterization. Surface
complexauou adsorption models can allow such extrapolation (Langmuir, 1997), and so may be used to
predict uranfum adsorptlon/desorptmn under conditions that might be encountered during varlous
remediation scenarios outside those studied.

The use of surface complexation models requires an understanding of the chemical and physical properties
of the soil, porewater (unsaturated zone), groundwater (saturated zone), and the waste stream. Surface
complexation models fake into account changes in adsorption as a function of pH and concentrations of
competing ions and complexed species; and therefore are well suited to conditions of changing pH and
soil/groundwater chemistry. - Such variable conditions are expected at the site, due to the variable nature of
the waste stream. Additionally, remedial options for the site may also require consideration of the effects
of changing seil/groundwater chemistry, including pH, on uranium mobility.
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Once the geochemistry of the system is understood, both laboratory experiments and coniplexation
modeling can be undertaken to describe the mobility of the uraniam in the unsaturated and saturated
sediments. This approach will allow a better understanding of the movement of uranium from the vadose
zone 10 the groundwater. Moreover, the mobility of uranium in the groundwater will be better understood.

* The detailed characterization of the unsaturated and saturated zones, with respect to uranium mobility, will

permit a more precise evaluation of various remediation options for the site. Results from the surface
complexation model will be validated through additional laboratory analysm 'on the unsaturated and.
saturated zone soil samples acquired from the borehole.

2.11. Surface Complexation Parameters

The following discussion of surface-complexation model parameters is from Langmuir (1997). There are
several surface complexation-modeling schemes. The three most common are the diffuse layer model, the
constant capacltance model, and the triple tayer model. All yield the same general solutions, however, the
diffuse layer model requires the least number of parameters to execute. All of the models require the.
concentration of available sorbing sites in a given volume of the soil matrix, which is a function of the
surface area of sorbents exposed to the porewater solution and the surface charge density of the sorbents.
The concentration of available sorbing sites is typically expressed as the number of moles of sorbing sites
in contact with a liter of solution. The concentration of sorbing sites is determined from the following
relationship (Langmuir, 1997). _ '
' N (site/m*yx S,(m* 1 gyxCs(g /D)

N ,(sites / mole - sites)

Lgon (mol - sites / L) = Equation 1
Where: I'soy is the concentration of sorbing surface sites, measured in moles of monovalent sites exposed
to a [iter of solution, Ny is the surface site-density, S, is the surface area per weight of sorbent, Cy is the
weight of sorbent in contact with a liter of solution, and N, is Avogadro’s number of sorbent sites per

‘moles of sites.

. The primary sorbents of uranium are Fe(IIT) and Al oxyhydroxides , clays, zeolites, pliosphate minerals,

and organic matter. The relative importance of sorbents can be determined through physical and optical
examination including a particle size determination and chemical and mineralogical analysis of the soils.
The model also requires equilibrium, or so-called intrinsic constants, that describe the adsorption and
desorption of protons, and important cations, ligands and metal complexes. Measured and estimated. -
intrinsic constants are available for a wide range of adsorption reactions on different mineral surfaces, as
arc other properties including mineral surface areas and surface charge densities (Dzombak and Morel,
1990; Langmuir, 1997). These values will be reexamined and possibly refined through the analytlcal work
in FY03. Many reseatchers have noted that any of the surface complexation models do equally well in -
general at modeling and predicting the adsorption behavior of uranium and other metals accurately (Turner,
1995). For this reason, and because the diffuse layer model is the simplest of these models to parameterize
and apply, it has been chosen for this study.

2._1._2 Significance of Carbon Dioxide to Uranium Mobility in Va__dose Zone

Literature indicates that the concentration of CO, within the unsaturated zone may vary as much as one
hundted fold of the CO, concentration in the atmosphere above grade, where it occurs at the level of
approximately 330 parts per million (ppm). Concentration of CO; controls the uranium mobility because
the uranyl ion (UO,"*) adsorption in soil is pH dependent, and the pH depends on concentration of CO;; the
higher the CO, concentration, the lower the pH. Experiments show that uranyl. adsorptlon by ferric oxides
increases with a pH of up to 6 or 7, and then decreases with the uranium being desorbed, i.c., mobilized at
higher pHs. In other words, uranyl is most mobile at iow and high pH values and tends to be adsorbed if
pH is close to neutral.

Although similar principles control the mobih'ty of uranium in the saturated zone, the analytical approach to
groundwater sampling is slightly different. Measurement of the groundwater pH is a routine procedure
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involving a direct measurement. However, for the imsaturated zone there is no cost-effective method to
measure the pH of soil moisture at depth. Consequently, values of pH must be calculdted from the -
measured values of CO.. :

The mobility of hexavalent uranium [U{VI)] in unsaturated zone waters usually depends on its occurrence
as carbonate complexes, which make uranium highly mobile. When U(VI) is in-the form of a carbonate
complex, it is poorly adsorbed and its minerals become orders of magnitude more soluble than if it oecurs
as an uncomplexed free UO,™. Important carbonate complexes include U0,CO4", UOz(CO'g)g_'z, and -
UOZ(CO3) The carbonate complexes dominate the chemistry of U(VI) in most natural waters above pH
5-6. Their occurrence and abundance depend on both the pH and alkalinity of the water, as can be seen by
the reaction forming the dicarbonate complex which may be written:

UOS+2HCO;=U0,(COs )y +2H' Equation 2

The equilibrium constant for this reaction is:

. - 2
Keg™ {(UO;, (COS)'Z? NH ) :| Equation 3

N 2
(VO3 ) HCO:)

These expressions show that an increase in alkalinity or pH favors formation of the complex.

It is possible to extract unsaturated zone moisture and analyze it to determine the alkalinity; but there is no

cost-effective way to measure the pH of soil moisture at depth. However, the pH of unsaturated zone
waters depends on the. CO;, pressure in the unsaturated zone air, as is evident in the following reaction:

CO:9)+ H,O0=2H" +2HCO; Equation 4
For which:

(Pco.)

— — . Equation 5
[H J'[HCO:]

eq

The CO, pressure of unsaturated zone air cannot be assumed equal to its value of about 0.0003 bars found
in atmospheric air, Tn fact, its pressure at depth is likely to be 10 to 100 times greater (cf, Langmuir, 1997,
p. 158). Nevertheless, if the partial pressure of CO; gas in the unsaturated zone air and the alkalinity of the
water are measured, the pH of soil moisture can be computed through Equation 5. Thie computed pH and
measured alkalinity permit the calculation of concentrations of carbonate complexes through Equation 3,
thereby making it possible to estimate the solubility of U(VI) and its tendency to be adsorbed. In other
words, the measured alkalinity and CO, pressure permit estimating the mobility of uranium in the
unsaturated zone, previded other geochemical information; e.g., sorption sites, etc., is available.

MSE proposed to focus soil-sampling activities in the Plio-Pleistocene unit, specifically the cahche layer
often present in the unit. Sampling was concentrated in this zone in an attempt to quantify the impact of the
caliche laye_r on CO; concentration in the formation air (MSE,-2001b).

2.2 EXPERIMENTAL APPROACH

The.results of the diffuse Jayer model are typically expressed in terms of the concentration of sorbate in the
porewater and the amount adsorbed to a given surface area of soil material. If the effective surface area of
a weight of sorbent material is known, partitioning relationships can be derived from these results
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(Langmuir, 1997; Pabalan et al., 1998). The power of the surface complexation approach is that the
partitioning relationships can be developed for various soil conditions that currently exist af the site, and for
different conditions that might arise during remedial efforts. The result is a dynamic model for predlctlng
uranitm mobility at the site, which may then be used to:

I. Target the remedial action to the most probable subsurface region that has been the main’
contrlbuior to the groundwater plume.

2. Select an appropnate remedial action to stabilize or remove the contaminant source.
3. Evaluate options to meet the remedial action objectives for the uranium plume in the groundwater.

The investigative approach is primarily based on the assumption that the stratigraphy defined in nearby
boreholes is locally consistent and representative of the project site. This assumes that the soils sampled
during the well instaflation and samples taken from existing core(s) are representative of the condition of
the soils:below the cribs before the disposal of waste to the cribs.

Additionally, it is assumed that the waste stream history is sufficiently well known such that when
combined with the geochemical and conceptual models, the mass of uranium that is still being recharged to -
the groundwater from the soif column can be estimated.
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3 FISCAL YEAR 2001 ACTIVITIES |

The activities completed during FY01 are described in this section. These include development of project
planning documents, instatlation of well 299-W19-43 from which soil and soil gas samples were obtained
for analysis, acquisition of borehole geophysical data from well 299-W19-43, and completion of a
additional soil gas sampling using a CPT. The Iaboratory analysis of the samples obtained during the
drilling was also initiated. :

3.1 .'PLAN'NING DOCUM-ENT P-REPARATION

Early in FY01, MSE and BHI worked together: to better focus the project efforts and to plan the project
objectives to meet the Hanford site need of quaunfymg the mobility of uranium in the unsaturated and
saturated soils associated with the 216-U1/U2 Cribs in the 200 West Arca. In addition to conference calls
for the project coordination, several planning meetings were held at the Ianford Site and the data quality
objective (DQO) process was initiated to identify the project issues and focus the project goals. .
Represetitatives from MSE, BHI, DOE Western Environmental Technology Office (DOE-WETO), DOE
Richland Office (DOE-RL), Washington State Department of Ecology, Pacific Northwest National
Laboratory (PNNL), and CH2M Hill Hanford, Inc. were involved in the initial project planning and DQO.
process.

From those initial planning meetings and the subsequent weekly conference calls, the followmg planning
documentation was developed by MSE in support of the project:

o Data Quality Objectives Summary Report for Development of a Conceptual Geochemical Model
Jor Uranium Transport in the Unsaturated and Saturated Sedzments at the 200 West Area of the
DOE Hanford Site, Washington (MSE, 2001c);

o Multi-Year Implementation and Project Management Plan for Development of a Conceptual
Geochemical Model for Uranium Transport in the Unsaturated and Saturated Sediments at the
200 West Area of the DOE Hanford Site, Washington (MSE, 2001a);

o Sampling and Analysis Plan (SAP) for Development of a Conceptual Geochemical Model for
Uranium Transport in the Unsaturated and Saturated Sediments at the 200 West Area of the DOE
Hanford Site, Washington [including the Quality Assurance Project Plan (QAPP)] (MSE, 2001b);

*  Memorandum of Understanding (MOU) Between MSE Technology Applications, Inc., and Bechtel
Hanford, Inc. For Site Access and Quality Assurance, Environmental, Health, and Safety
Oversight (BHI, 2001a),

o Health and Safety Plan for Carbon Dioxide Sampling of the Borehole at the 200 West Area of the
Hanford Site in Support of the Uranium Mobility Sruajz in the 200 West Area of the Hanford Site
(MSE, 2001d); and

. Descrjiptién of Work: Soil Gas CO; Concentration and Soil Moisture Investigation at 200 West
Area Hanford Site for the UP-1 Uranium Mobility Investigation (MSE, 2001e).

Each of these documents was developed according to BHI requirements for conducting fieldwork on the
Hanford Site and reviewed by BHI. DOE-RL and Ecology reviewed the Data Quality Objectives Summary
Report, and the SAP. DOE-RL also reviewed the Multi-Year Implementation and Project Management
Plan and the Description of Work for the soil gas sampling. In addition to the preliminary planning
meetings, MSE, BHI, and DOE-RL participated in several supplementary meetings to further plan and
finalize the field samplmg efforts, field loglstics and support actwitles
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3.2 WELL 299-W19-43 DRILLING AND SOIL SAMPLING

In an effort to expedite the removal of uranium and technetium from the groundwater in 200-UP-1 OU,
DOE-RL and Ecology agreed to convert former injection well 299-W19-36 into an extraction well. As a
result of this action, a new groundwater monitoring well (299-W19-43) was needed in close enough
proximity to well 299-W19-36 to monitor extraction well performance, hydraulic conditions, and
contaminant concentrations. Existing groundwater monitoring wells 299-W19-28, 299-W19-29, and 299-
W19-34A were considered to meet this objective; however, wells 299-W19-28 and 299-W19-29 have
recently gone dry, and well 299-W19-34A is screened too deep (top of screen is approximately 60 ft below
the water table) in the aquifer to effectively monitor extraction well performance (BHI, 2001b).

Cable-tool drilling methods were used to advance borehole 299-W19-43 to a total depth of 296 feet from
July 2, 2001 through July 20, 2001. The location of the borehole is shown in Figure 3-1. The installation
and sampling of the well was completed by BHI. The sampling followed the MSE Sampling and Analysis
Plan (MSE, 2001b) prepared for the project.

200-UP-1
‘ Site Location Map and
. Monitoring Wells
e $ s Extraction Well 295-W19-39
E 3 {180 Limin)
*  Monitoring Wel
"W Wells prefixed by 289-
(X Denotes Dry or Decommissioned)

Approximate Location of
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/

F 4
W19-34A/ W18.35
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Figure 3-1. Location of new well (from BHI, 2001b).

The borehole was advanced to 274.5 feet using a drive barrel and split-spoon sampling methods; a hard-
tool bit was used to advance the borehole from 274.5 feet to total depth. Temporary threaded steel casing
was used to keep the borehole open as the borehole was advanced to total depth. Twelve-inch diameter
casing was used to a depth of 50 feet; eight-inch diameter casing was used to total depth. Split-spoon soil
samples enclosed in Lexan liners were recovered at various intervals as the borehole was advanced through
the section, according to the project sampling and analysis plan (MSE, 2001b). The samples were
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submitted to Battelle Labs, the laboratory subcontracted by MSE for the laboratory analysis. In addition to
the split-spoon samples, soil grab samples were collected at 10-foot intervals from cuttings for laboratory

* soil-moisture analy51s These were also submitted to Baiteile for analysis,

Stratigraphic and lithologic descriptions were recorded as the borehole was advanced to total depth. ' Three
primary stratigraphic rock-units were described that included, from youngest to oldest, the Hanford
formation, Plio-Pleistocene Unit, and Ringold Formation. Several subunits were recognized within each of
the primary units. These units included Unit 1 and Unit 2 'of the Hanford formation, Palouse Soil and
Caliche of the Plio-Pleistocene Unit, and the Upper Ringold and Unit E Gravels of the Ringold Formation.
A detailed stratigraphic column of these units including all split-spoon sampling intervals; grab sample
points; depths of temporary casing; and various geophysical logs was compiled.

3. 2 1 Soul Chemical and Physical Propertles

The analysis of the soil chemlstry and physical properties included 1den11fymg the major mineral
composmon analysis of the grain coatings and precipitates present in the soil matrix; determination of the
grain size distribution; and surface area of the sediments. The measurements for soil chemlcal and physical
properties are hsted in Table 3-1.

3.2.2 Porewater Chemistry

The porewater analysis included determination of the major ions in solution, alkalinity, dissolved CO, in
the unsaturated zone (via. 3011 gas sampling), and pH. The measurements for porewater analysis are listed
in Table 3-2.

3.3 SOIL GAS INVESTIGATION

Dissolved 002 and alkalinity control the concentration of carbonate species, mcIudmg vrany! carbonate
complexes, i the porewater by affecting the pH of solution. Since it is not feasible to measure pH in the
umsaturated zone porewater, dissolved CO, must be determined ﬁ'om measurements of the COZ
concentration in the soil gas.

The investigation of CO; gas in the unsaturated zone consisted of field measurements of CO, concentration,
analytical confirmatory work on CO, concentration, and isotope composition. Field measurements were
completed for depths from 80 to 253 feet-below ground surface (fi-bgs) while drilling nsing a cable-toel
drilling rig. The soil-gas sampling intervals are described in Table 3-3. Soil-gas samples were submitted to
the University of Waterloo Environmental Isotope Laboratory, also working under subcontract to MSE, for
analysis. However, inappropriate sampling containers compromised the quality of the anaiytlcal results
received from this laboratory for the turn around time. The CO, mvesﬁgatlon on the upper section of the.
unsaturated zone (ground surface to 43 fi-bgs) was completed using a cone penetrometer; the intervals
sampled are described in Section 3.3.1 Summary of CPT Soil Gas Samplmg

To enable the collection of ﬂns data, MSE developed the “Subsurface CO, Sampling System™, which was
subsequently used to collect the soil-gas data during the borehole drilling. Because of MSE’s use of this
mnovative system at the Hanford Site, DOE-RL was able to claim an additional deployment during FY01.

3.3.1 Summary of CPT Soil Gas Sampling

MSE subcontracted Applied Research Associates, Tnc. (ARA)} to provide CPT support for soil gas sampling
and additional data acquisition in the UP-1 Operable Unit at the Hanford Site 200 West Area. The scope of
work was to acquire data (i.e., soil gas samples, pore pressure, conductivity (for soil moisture’ estimation),
sleeve friction, and tip stress) from the surface to at least 100 ft-bgs in the area near well 299-W19-43. Up
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to three boreholes were planned for acquiring the CPT data. In the end, however the CPT was not able to .
achieve the 100 ft performance depth.

Three borehole locations were positioned 15-ft to the south of well 299-W19-43 and .10-ft apart, as
described in the Description of Work for this activity prepared by MSE (MSE, 2001e). The CPT tools
consisted.of a cone “sipper” and the basic tool head for acquiring pore pressure, conductivity {soil

moisture), sleeve friction, and tip stress. For the first borehole, soil gas samples were acquired every 5-ft
starting 5-ft bgs and at a depth of approximately 43-ft bgs, the depth achieved before refusal. While
extracting from the hole, the cone “sipper” and one length of rod were lost down the hole approximately 8-
ft bgs. - After attempts to recover the equipment failed, ARA pushed to a depth of 40:.8-ft bgs and backfilled
with bentonite granules to a depth of approximately 10-ft bgs.

At the second borehole location ARA setup the basic CPT tool head for acquiring pore pressure,
conductivity, sleeve friction, and tip stress. ARA pushed the basic tool head to a depth of 63.5-ft bgs
before meeting with refusal. Like the previous push, resistance was encountered at about 41-ft bgs. The
second hole was backfilled with bentonite granules to a depth of approximately 8.5-ft bgs.

Instead of moving to the third borehole location, ARA attempted another push at the second borehole °
location, .approximately 2-ft from the first attempt. This time the cone “sipper” was used. Unfortunately,
ARA was only ably to push down to 42.41-ft bgs before meeting refusal. During the push MSE acquired
soil gas samples at 20-ft, 40-ft, and 42.41-ft bgs. This hole was backfilled with bentonite granules to a
depth of approximately 8.5-ft bgs.

It was decided that additional pushes would most likely have similar results. The remaining upper portions
of the borehioles were abandoned with cement and tagged as per the subcontract technical representative

(STR) request.

3.4 GEOPHYSICAL LOGGING

To comphment the geologist observations and the analytical laboratory data, high-resolution spectral
gamma and neutron moisture data were acquired from 50 to 257 fi- ~bgs in well 299-W19-43. The purpose
for these data was to better define the distributions of the soil moisture and gamma emlttmg 1sotopes
between the soil sample intervals. -

The results of the logging effort are presented and discussed further in Section 7.2. Under subcontract to
MSE, Duratek completed the logging efforts during off-hours to prevent interference with the dn]lmg '
activities.

The spectral gamma loggmg was completed using standard logging procedures including those described in
American:Society for Testing and Materials (ASTM) D 5753-95el and ASTM D 6274-98 (total gamma).
Data acquisition was completed in a continuous logging mode at a rate that énsured the data are valid on an
interval of at least 1 foot. The standard energy windows for potassium (K}, uranium (U), and thorium (Th)
were recorded and plotted. Other gamma-emitting isotopes of interest that were also addressed by the
spectral gamma logging are shown in Table 3-4.

Neutron soil-moisture logging was completed using standard logging procedures including those deséribed
in ASTM D 5753-95el. Data acquisition was completed in a continuous logging mode; following the
procedures outlined in Sections 8.2 through 8.4 of ASTM D 6031-96. The logging proceeded at a rate that
ensured the data are valid on an interval of at least.1 foot. The 8-inch Duratek calibration coefficients were
used for the soil-moisture logs as described in the moisture log analysis and summary provided by Duratek
for this effort. A copy of the summary is included in Appendix A. However, as stated later in Section 7,-
there are discrepancies between the neutron soil-moisture data and laboratoxy measurements of s01l
moisture.
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Table 3-1. Soil Chemical and Physical Property Measurements

Main Sorbent(s) of Uranium.

Literature Values

Parameter - Measurement Method - Refergnce
Scdhnent.MincréIogy, 10 Optical Mi_néralogical Analysis Methods of Soil Analysis, Part I,'C-hépter 8
include grain coatings and '
precipitates* X-ray Analysis Methods of Soil Analysis, Part I, Chapter 12
Shape Factor of Seil Particles®* | Optical Mineralogical Analysis Methods of Soil Analysis, Part I, Chapter8
Grain Size Disiribution Sieve Analysis ' Methods of Soil Analysis, Part I, Chapter 15
Surface Area* BET Analysis Methods of Soil Analysis, Part I, Chapter 16
Soil Organic Matter Combustion Methods of Soil Analysis, Pait TII; Chapter
Specific Density Pycnometer Method Methods of Soil Analysis, Part 1, Chapter 14
Bulk Density | _ Core Method Methads of Soil Analysis, Part I, Chapter.13;

| Speciation of Uranium bound to | pyssolution of Metals | Methods of Soil Analysis, Part ITI, Chapter 3
Soil Matrix* : _ o .
Identifying the Main Sorbent(s) | Optical Mineralogical Analysis | Methods of Soil Analysis, Part], Chapter 8
of Uranivm* ' - : . A

_ Electron Microscope NA S
Surface Charge Density of the Lanémuir, 1997

Percent Soil Moisture (Field)

“Speedy™ Soil Moisture

ASTM D 4944-89

Percent Soil Moisture (Lab) Laboré]:ory-Measurement CASTM D 495989 (1994)
Percent Soil Moisture Neutron Moisture Log -. ASTM D 5_220-92
{Borehole)
Table 3-2. P_orewate_r Chemistry Measurements
Parameter Measurement Method Reference -
Major Anions (8O,, CI) - |- Laboratory Analysis by Ion EPA SW-846, Method 9056
' —_| Chromatography
Total Recoverable Metals (Ca, - | Laboratory Analysis by Inductively | EPA SW-846, Preparation Method 3003A,
Mg, Na, K) ' Coupled Plasma Furnace ICP Method 6010B '
Iron Speciation ‘Laboratory Analysis by EPA Standard Methods 3500-Fg D
: Colorimetric : .

Speciation of Uranium

Laboratory Specific Analysis

NA

PH of Porewater- vadose Zone-

Computed from Alkalinity and Soil
Gas CO, préssure

EPA SW-846, Method 90408

PH of Porewater-Saturated Zone | Electrometric Method
Alkal.inity {Forms) of Porewater | Titration EPA Standard Method 2320B.
Dissolved CO, -Vadose Zone Field Measurement of Partial '

: _Pressure of Soil Gasses.

Dissolved CO, -Saturated Zone

Calculated from pH and Alkalinity

Carbon Isotopic Compositions

Gas Chroma;tograph - isotope Ratio
Mass Spectrometry
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Table 3-3. Soil Gas Sample Intervals

| Sampling Depth (Feet) Rock Unit General Lithology
80 . Hanford — Unit2 Medium to Coarse Sand
135 Hanford — Unit 2 Fine Sand
1170 Hanford — Unit 2 Sandy Sik :
194 Caliche Calcareous Silty Sand ™
207 Upper Ringold Siit '
217 Upper Ringold Sandy Silt
1228 '| Upper Ringold -Sandy Silt
1253 _Unit E Gravels Sandy Gravel

- Table 3-4. Gammﬁ?emitting isotopes addressed in addition to standard K, U, and Th isotopes

Task M FY02 Status Report

Cs-137 Co-60 Pu-238 " Pu-239 Pu-240..
} En-152 Eu-154 Eu-153 Ra-226 | Ra-228
Na-22 Tec-99 . 1 Th-228 Th-232 U-233
-4 U234 ' U-235 U-238 :
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4 F ISCAL YEAR 2002 ACTIVITIES

The activities accomplished during FY02 are bneﬂy described in this section. These include:

. Completion of the laboratory analyses of the soil and soil gas samples obtained during the drilting . .
of well 299-W19-43, .

. Rev1ew information from previous reports and summarize inventory of the wasies disposed of in
the 216-U1/U2 Cribs; .

* Incorporation/update of the data and information from the geologic logging, soil moisture testing,
geophysical measurements, hydrogeologic information and the analyses of the soil and soil gas
samples collected from the borehole into the geochemical model;

¢ Evaluation of the processes and geochemical reactions that are important to the mobility of
uranium within the unsaturated and saturated soils;

e Completion of the work plans for the calibration and validation of the geochemical model;
e  Completion of first iteration of the geochemical model;

) Completibn of the initial laboratory baich testing for calibration of the geochemical model;
» Initiation of the procurements to support the validation tasks; and

s  Completion and submiital of an FY02 status report.

4.1 LABORATORY AND FIELLD MEASUREMENTS

The analyses of the laboratory studies of the soil, soil moisture, and gas samples obtained from the borehole
drilled in the 200 West Area were completed. Petrographic studies of thin sections made from the soil
samples were completed. In addition, the carbon dioxide data from the soil-gas field studies were analyzed
as they pertain to the formation moisture pH (see Section 7). Additienally, the stratlgraphlc columns
showing the results of the sampling and analysis originally prepared in FY01 were updated to reflect the:
new information that has been acquired during FY02. These stratigraphic columns are included with this
report and referenced as data plates. All of the data plates have the stratigraphic units, graphic lithologic
log, and geologist’s observations included for reference and continuity between each plate.

Data and information from the geologic logging, soil moisture testing, borehole geophysical measurements,
hydrogeologic information, and analyses of the soils and gas samples collected from the borehole were
incorporated into the geochemical model. The information obtained from the data was used to evaluate the
processes and recognize geochemical reactions that are important to the mobility of uranium within the
unsaturated and satarated soils associated with the groundwater contamination from the 2 16-U1/U2 Cribs
inthe 200 West Area at the site.

4.2 PRELIMINARY GEOCHEMICAL MODEL AND SENSITIVITY
ANALYSIS

A preliminary geochemical model was compiled and a sensitivity analysis conducted. The purpose for the
sensitivity dnalysis was to evaluate the limitations of the available data and determine which geochemical
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model parameters are relevant to this study in terms of adsorption of uranium to the soils. The parameters
that were investigated in the sensitivity anaIys1s include the surface complexatlon structural model, the
concentration of both surface sites and UO,™ in solution; the variations in the CO, concentration; and the
effects of additional ions m solution. The results from the sensitivity analysis are summarized in a separate
report titled Hamford Uranium Mobility Geochemical Modeling: Sensitivity Analysis issued May 17, 2002
(MSE, 2002a) and in Section 8.1 of this report.

Base_d on the results form the sensitivity analysis, the first iteration of the geochemical model/descriﬁtion of
the uranfum transport in the unsatrrated and saturated soils for this project was developed during FY02.

The model takes inte account varjations in the types of soils; soil chemisiry, and groundwater chemistry at
the site.

4.3 GEOCHEMICAL MODEL CALIBRATION AND VALIDATION

The work plans for both the geochemical model calibration and validation tasks were finalized by MSE.
The plans were reviewed and approved by BHI and DOE-RL. The model calibration is being completed
through a series of batch tests to determine the amount of uranium adsorption to the Hanford soils over a
range of pH values. The results of the batch testing will be used to optimize the geochemical model
parameters. The batch tests were conducted in an atmosphere with a controlled carbon dioxide -
concentration.

Water obtained from the Columbia River upstream of the Vernita Bridge on the north side of the Hanford
site was used for the batch testing. This was done for two reasons: the process waters that wete discharged
to the cribs were originally from the Columbia River; and the use of Columbia River water also eliminated
any issues associated with using groundwater from the Hanford site due to contamination and focused the
efforts of the study on conducting the batch tests.

The soil samples collected during the FYOI drilling activities were transferred to MSE for use in the model
calibration batch testing and for later use in the model validation study. The batch testing for the model
calibration was conducted at the Mike Mansfickl Advanced Technology Center in Butte, Montana. The
model calibration batch testing results are further detailed in Section 9.

The planning and procurement tasks for the validation of the geochemical model were also initiated. The
validation work will be accomplished through additional laboratory studies using contaminated water from
the well drilled in FY01. Once completed, the uranium adsorption/desorption data will be compared to the
results predtcted using the geochemical model.-

4.4 216-U1/U2 CRIBS WASTE DISPOSAL INVENTORY

Information from previous reports and documentation from the Hanford site pertaining to the:inventory of:
the wastes disposed of in the 216-U1/U2 Cribs was compiled and reviewed. In addition, the reviews helped
to determine and/or estimate the pH and chemistry of the waste stream discharged to the cribs. Tlns
information has been summarized in a separate report (MSE, 2002¢).
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5 FISCAL YEAR 2003 ACTIVITIES

This section has been intentionally left blank and will be completed following the FY03 activities.
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6 FISCAL YEAR 2004 ACTIVITIES

- This section has been intentionally left blank and will be completed following the FY04 activities.
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7 RESULTS

The project resnits for the laboratory and field work to date are presented in this section. The initial
geochemical modeling results are presented in Section 8.

7.1 FIELD OBSERVATIONS OF LITHOLOGY

Generally, the lithology of the section consists of sands, gravels, silts, and calcareous dominated deposits.
Saturated sediments were found to occur 257 ft bgs. A detailed lithologic description is presented for each
major stratigraphic unif and subunit. Additionally, these observations are presented graphlcally on Plate 1.

7.1.1 Hanford formation

The Hanford formation near 299-W19-43 is approximately 181 feet in thickness and ¢onsists of two units
of unconsolidated sediments (Unit 1 and Unit 2) that make up the primary thickness of the vadose zone.
Unit 1 is approximately 67 fi thick and Unit 2 is approximately 114 ft thick.

7.1.1.1 Hanford Unit 1

Unit 1 extends from the ground surface to approximateiy 67 ft bgs. Sediments of the Hanford formation
are generally coarser grained than underlying sediments of Unit 2 and consist genera]ly of a series of
unconsolidated fining-upward sequences of gravels, sands, and silts.

This unit is a highly permeable facies that varies between very fine to coarse-grained sands, silty sands
(generally very fine to medium grained), gravelly sand (fine to coarse grained sands), and minor interbeds
of silt. Generally, the sand fraction consists of grains that range between 50 percent to 70 percent basalt
and 30 percent to 50 percent felsics (quartz and feldspars) with trace muscovite and biotite. Gravels are
generally basaltic (fine to coarse gravels with rare cobbles fo 4 inches in diameter) and occasionally coated
with a variable coating of caleium carbonate. Subsurface moisture was described in the field as dry to
damp: Damp sediments were generally found to be associatéd with the finer grained material (silts). A
weak to strong reaction with hydrochloric acid (1 Normal) began in sediments eight feet below existing
grade and continued through the unit, This indicates that the sands and silis have variable amount of
calcium carbonate cement within the matrix. Sands are especially calcareous near 52 feet, 54 feet, and 58
feet below existing grade.. Oxides of iron often stain mafic minerals (e.g., biotite); partings associated with
interlaminated silts and fine sands are commonly stained, especially near 29 feet below existing grade.

Three split-spoon samples and nine grab samples were recovered from Unit 1. These included two split-
spoon samples (MSE core samples 101 and 102) and one split-spoon sample recovered for Bechtal Hanford
for waste designiation. Nine grab samples were collected to quart-size tins to determine meisture content.

7.1.1.2 Hanford Unit2

Unit 2 of the Hanford formation extends from 67 1t bgs to 181 ft bgs. Sediments of the Hanford Unit 2
formation are generally finer grained than overlying sediments of Unit 1 and consist typically of
interstratified sands and silts that make up a series of fining-upward sequences. Unit 2 sediments become

more silty and clayey toward the base of the unit. There is an unconformity between this unit and the

underlying Plio-Pleistocene Unit.

The Hanford Unit 2 consists of a sequence of fine to coarse-grained sands with interstratified siity sands
and silt that occurs below a gravelly sand (medium to coarse-grained) associated with the base of Unit 1.
Sands immediately below the base of Unit 1 are similar to those described in Unit 1 and consist of
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approximately 70 percent basalt and 30 percent felsics. These sands become more felsw with depth and
generally contain 25 percent basalt and 75 percent felsics near 159-fect and 90 percent felsics by 161 feet.

~ Generally, sediments of Unit 2 become damp below 70 feet. Sands, interbedded silts and clays below 153

feet become slightly more calcareous and exhibit a strong reaction with hydrochloric acid compared to
sediments stratigraphically above. However, scattered carbonate nodules and accretions were observed
near 68 feet and strong reactions with hydrochloric acid were observed between. 77 feet and 80 feet.
Scattered and infrequent gravels associated with 2 medium to coarse-grained sand near 70 feet are partially
coated with carbonate-rich clay. A clastic dike was obsetved between 159 feet and 161 feet. This
sedimentary feature consisted of calcareous medivm sand penetrating a plastic clay. Iron oxide stains and
alteration of mafics are rare and were-observed in a sand interval between 156 feet and 159 feet.

Unit 2 becomes clayey and silty with interbeds of very fine sand near168 feet. This lithology is ofien
laminated and becomes calcareous near 180 feet. with calcareous accretions or possibly calcareous rip-up
clasts associated with the contact of the underlying Plio-Pleistocene Unit. Severe iron-oxide alteration
observed in silts near 182 feet associated with' laminations and partings. - Unit 2 forms an unconformable

and erosional contact with the underlying Plio-Pleistocene Unit. This contact occurs near.181 feet.

Four split-spoon samples (MSE core samples 103 through 106) and eleven grab samples (quart-size tins for
moisture) were recovered from:Unit 2,

742 Plio-Pleistocene Unit

The Pho—Plelstocene Unit near 299-W19-43 is approximately 24.4 feet in thickness, extending from 181 ft
bgs to 205.4 fi bgs. It consists.of two subumits: Palouse Soils and Caliche.

7.1.2.1 Palouse Soil

Palouse Soil extends from 181 fi bgs to 186 fi-bgs. The sediments consist of dry to damp calcareous silts
that are well laminated and have a moderate to strong reaction with hydrochloric acid. This wnit contains
approximately10 percent to 15 percent fine sand, 80 percent sik, and 5 percent clay. Occasional iron-oxide
stringers-and stain along partings and possible root traces were observed. These silis are five feet in
thickness and grade to a silty and gravelly very fine to coarse-grained calcareous sand near 186 feet (top of
Caliche).

A single .split-spoo.n sample was recovered from the-Palouse Soil (MSE Core Sample 107). -

71.2.2 Caliche

Silty and gravelly calcarcous sand was picked as the top of the Caliche near 186 ft bgs and extends to a
depth 0f 205.4 fi bgs. This sand (very fine to coarse grained that includes 15 percent fine to coarse gravels
and 15 percent silt) is well cemented with calcium carbonate from 186 ft bgs 196 ft bgs. These sands are
commonly stained with oxides of iron and alteration to clay is throughout the matrix and grade into
calcarcous silty sands near 196 feet with common calcium carbonate nodules and stringers.

Dry to shghtly moist calcareous silty sands make up the primary thickness of the Caliche Unit and occur
between 196 feet and 205.4 feet. Calcareous stringers and accretiorns are common in this unit that consists
of approximately 80 percent fine to medium sand and 20 percent siit. Calcium carbonate cemented root
casts are common between 201 feet and 202 feet Basalt content of sand fraction ranges from 25% to 45%
with the balance composed primarily of quartz. These silty sands become less calcareous toward the
contact with the underTying Upper Ringold near 205.4 feet where they grade to weakly laminated sikt.
Laminar partings are coated with-caleium carbonate near the contact with the Upper Ringold Formation and
calcium carbonate nodules are common near the contact. Non-calcareous stringers (possibly gypsum)
occur in these silty sands near 204 feet. These silty and calcareous sands form an unconformable contact
with the underlying silts of the Upper Ringold Formation that occurs near 205 .4 feet.
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Nine split-spoon samples were recovered from the Caliche Unit (MSE Core Samples 108 through 116).

7.1.3 Ringold Formation

Two wmits of the Ringold Formation were recognized and described as borehole 299-W19-43 was
advanced. These units included the silts and silty sands of the Upper Ringold and sandy gravel of the Unit
E Gravels. Approximately 90 feet of Ringold sediments were described between 205.4 feet and total depth
(295.72 feel).

7.1.3.1  Upper Ringold

Upper Ringold extends from 205.4 fi bgs to 251.5 ft bgs. The sediments in the Upper Ringold consist of
46.1 feet (205.4 feet to 251.5 feet) of silt, sandy silt, and silty sand (236.5 feet to 251.5 feet). Laminated
and damp calcareous silt occurs near 208 feet with infrequent oxides of manganese visible alorig partings;
carbonate content, associated with partings, rapidly decreases below 210 feet. The unit is bioturbated near
209 feet (calcium carbonate filled burrow) and grades to sandy silt near 219 feet with common stains of
iron oxides and scattered carbonate—rich accretions near 214 feet and 216 feet. Convoluted silty clay
occurs near 223 feet that grades into sandy silt near 225 feet and silty sand near 237 feet and becomes less
calcareous below 210 feet. No reaction with hydrochloric acid near 230 feet. Silty sand is the dominant
lithology from 237 feet to 251.5 feet. This sand is very fine to medium grained (10 percent basalt grains
and 90 percent felsics) with about 20 to 40 percent silt and has no reaction with hydrochloric acid. Trace
amounts of muscovite and chloritized biotite are present. Sand fraction increases to approximately 95
percent near 243 feet and becomes very fine to fine grained with approximately 5 percent silt. Umt
becoimes slightly moist near 250 feet,

Five split-spoon samples were recovered from the Upper Ringold (MSE Core Samples (117 thro_ugh 121)
and five grab samples (quart-size tins) were recovered to be analyzed for moisture.

7.1.3.2 Unit E Gravels

Unit E Gravels consist of sandy gravel and silty sandy gravels from 251. 5 feet to total depth of borehole
299-W19-43. This unit becomes saturated near 257 feet.

Gravels consist of fine to coarse with minor amount_ to 4-inches in diameter. Gravel ranges from 50 percent
near 252 feet and increases to approximately 65 percent by 255 feet. Gravels are dominantly quartzites and
meta-igneous. Silt increases from five percent near 252 feét to approximately 10 percent near 255 feet and
15 percent near 268 feet. Sand content decreases from 45 percent near 252 feet to 25 percent near 255 feet.
Sand fraction is fine to coarse grained (60 percent to 80 percent fine to medium) and consists of 5 percent
to 10 percent basalt grains dnd 90 percent to 95 percent felsics with trace muscovite. No reaction with
hydrochleric acid observed.

Gravels commonly coated with fines that include blackish-gray oxides of manganese and iron-oxide stains
{(reddish-orange). Intergranular filling also includes flecks and blebs of non-calcareous material (possibly
calcium sulfate, similar in appearance and color to calcium carbonate but no reaction with hydrochloric
acid observed) and small sooty (blackish-gray) nodules likely rich in oxides of manganese. Slight
chloritization of mafics occurs between 260 feet and 270 feet.

Three split-spoon samples were recovered from the Upper Ringold (MSE Core Samples (122 through 124)
and one grab sample {quart-size tin} was recovered to bé analyzed for moisture.
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7.2 GEOPHYSICAL LOGGING DATA

The results of geophysical logging are discussed in this section. The logs acquired include natural gamma,
spectral gamma, and neutron soil moisture. The natural gamma log is presented graphically on Plate 1; the
spectral gamma logs are shown on Plate 2, and the neutron soil-moisture log is presented on Pate 3. The
logs were placed on the data plates that contain information similat or relevant to the type of information -
contained in the individual geophys:lcal logs. For example, the spectral gamma logs are shown with the
XRF data. This allows for a comparison between the results and can be used as a means of cross checking.’

Some general observations on ihe response of the logs to observations made during drilling are presented -
followed by specific discussions of select intervals. Because the geophysical logs begin at 50 fi-bgs and.

continue to the water table (257 ft bgs), the obsetvations of the log responses do not include the near
surface portion of the well (0 to 50 ft-bgs). :

7.2.1 'Generél Geophysical Log Observations

A comparison of the geophysical logs to the lithologic log for well 299-W19-43 indicates the neutron soil |

‘moisture and natural gamuma data are good indicators of grain size. Finer grained materials tend to retain

more moisture than course grained materials, résulting in the positive neutron soil-moisture response in
these intervals. Additionally, the finer grained sediments generally have silts and some clay minerals.
These tend to be composed of the more felsic minerals, which contain potassium, soine of it in the form of
potassium-40, the most dominant naturally occurring gamma. emitting 1sotope found in nature.

An example of the relationship between the neutron soﬂ-mmsture data, the natural gamma dats, and the
fine-grained materials noted on the lithologic log is observed from 50 to 53 fi-bgs. In this interval, fine
sands interbedded with silt were observed during drilling. These zones of interbedded silt exhibit increased
soil moisture and increased natural gamma activity.

A second example of the relationship between the neutron soil moisture data, the natural ganyma data and
the observed lithology can be seen in the interval from 58 to 64 fi-bgs. This interval was described as sand
with coarsc gravels. The neutron log indicates that no significant soil moisture exists in this interval and
the natural gamma count decreases noticeably in this interval.

A general observation with respect to the natural gamma activity is related to the source of the gamma
emissions as observed from the spectral gamma data on Plate 2. The natural gamma count appears to be-
primarily a function of the potassium-40 in the sediments, which typically is around 15 pCi/g for these
sediments. - The potassium-40 spectral gamma data for correlates well with the x-ray-florescence (XRF) |
data for potassium as shown on Plate 2. [Note, the XRF data, which are discussed in detail in Section 7.3,
are presénted as percentages of the total soil composition while the speciral gamma data are presented in
picoCuries per gram (pCi/g).] This correlation is particularly evident in the Plio-Pleistocene unit from 180
10 205 ft;

The spectral gamma and XRF data for uranium do not correlate as well as for potassium. Two distinct
features found in the plot of the uranium concentrations from the XRF data are not reflected in the spectral
gamma data. These are the marked increase in the uraninm concentration observed at approxmlately 170 &
and the general decrease in the uranium concentration observed for the Plio-Pleistocene unit. A possible -
explanauon for these discrepancies between the data is that while the small amount of uranium in the soils
is detectable with the spectral gamma log, the still smaller changes ip the uranium concentra’uons may not
be detectable with the spectral gamma log.

The thorium data from the spectral gamma tend to correlate with the thorium XRF data better than the
uranfum data. The change in thorium concentrations observed from the XRF data in for the Plio-
Pleistocene unit is also observed in the speciral gamma data for thorium in this same interval.
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7.2.2  Hanford Unit Geophysical Log Responses

The Hanford Unit is described on the lithologic log from ground surface to 181 fi-bgs.. It includes both the
Hanford Unit 1 (ground surface to 67 ft-bgs) and Hanford Unit 2 (67 to 181 fi-bgs). Within this interval,
two distinct-zones are observed in the geophysical log data marked primarily by a change in the soil
moisture. :

From 50 to 143 ft-bgs the soil moisture indicated by the neutron soil-moisture log shown-on Plate.3 is
typically 4% by volume. - However, discrete zones ranging in thickness from 2 to 4 ft are observed
approximately every 10 ft with seil moisture increasing to as much as 8% by volume. . The total gammia
count for this interval shown on Plate 1 is relatively uniform, ranging from 250 to 300 counts peér second
(cps). Slight incredses in the total gamma count are observed which correlate with the zones of increased.
soil moisture. - The total gamma count for this interval appears to be. dominated by‘the potassium-40 in the
sediments, which typically is around 15 pCifg. The uranium activity is around 2 pCl/g and the thorium
activity is around 1 pCi/g.

The iﬂterva.l from 143 to 181 fi-bgs is characterized by a noticeable increase in the soil moisture. The
average so0il mojsture reported from the neutron log in this interval is approximately 8% by volume as
cornpared the 4% by volume for the interval above (50 to 143 fi-bgs). The discrete zones of increased soil
moisture observed.in the upper interval are also present within this interval, however, these zones have
significantly higher soil moisture, some as much as 14% by volume as reported by the nevtron Iog, and
occur more frequently. (approximately every 5 ft) and range in thickness. from 4to035 1.

In the interval from 143 to 181 ﬁ-bgs, the total gamma count has more variability than the interval above
(50 to 143 ft-bgs) with low values typlcally around 250 cps and several zones showing total gamma counts
up t0.350 cps.  Thetotal gamma count in this interval (143 fo 181 fi-bgs) appears to vary due to changes in -
the uranium and thorium activity more than in the interval above (50 to 143 fi-bgs). For example, the
interval from 166 to 181 ft-bgs is associated with an increase in theriurh activity, while a decrease in the
total gamma count observed from 155 to 158 fi-bgs appears to be related to an observed decrease in the
uranium and thonum activities. :

7.23 PIio-PIeistocene__ Geophysical Log Responses

The Plio-Pleistocene unit is composed of two subunits; the Palouse soils (181 to 186 fi-bgs), and a caliche
layer (186 to 205 fi-bgs). These two subunits have distinct geophysical signatures. The Palouse soils are
characterized by an increased total garmma count from approximately 300 cps to 350 cps. This increase is
related to the uranium and therium activity. Additionally, the Palouse soils exhibit a decrease in
pota531um—40 activity. The neutron soil-moisture data indicates the soil moisture above the Palouse soils is
approximately 14% by volume and then it decreases rapldly in the Palouse soils to 4% by volume atthe
base of the unit.

The caliche layer is characterized by a significant decrease in the total gamma count to around 200 cps
from the overlying Palouse soils. This change is related to a decrease in the potassium-40 and thorium
activities. The soil moisture increases at the top of the caliche to about 12% by volume conipared to the
4% soil moisture by volume observed in the overlying Palouse soils. The soil moisture decreases in the
caliche layer to 4% at the base of the unit.

7.2.4 Upper Ringold Geophysical Log Responses

The Upper Ringold formation from 205 to 220 ft-bgs, directly below the caliche layer of the Plio-
Pleistocene, is characterized by a significant increase in soil moisture to approximately 15% by volume,
This interval also exhibits an increase in the total gamma count (350 cps) over the total gamma count
observed for the caliche layer. This increase is associated with an increase of the potassinm-40 and
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thorium. The uranium activity for these soils appears to be steadily decreasing from 2 pCi/g to 1 pCi/g.
Two zones of increased soil moisture characterize the remaining portion of the Upper Ringold formation
that was logged: the first at 225 ft-bgs and the second at 235 ft-bgs. The remaining sediments have soil
moisture levels less than 4% by volume. The total gamma count observed for these sediments increases
slightly at 2335 ft-bgs, posszbly associated with thorium.

7.3 LABORATORY ANALYSES OF SOIL SAMPLES

Split-spoon samples and grab samples obtained during the drilling of well 299-W19-43 were submitted to
Battelle Labs in Richland, Washington for analysis of the sediment, one-to-one sediment to water exiracts
(Rhoades, J.D., 1996), and groundwater according to the methods outlined in Table 3-land Table 3-2 The
results of these analyses are presented and discussed in the following sections.

7.3.1 Physical Properties and Soil Chemistry

The phiysical properties of the soils measured in the laboratory included bulk density; particle density;
surface area; and particle size (sieve analysis). The results of the physical property analyses are presented
in Table 7-1 aud shown on Plate 1.

The soil chemistry analyses included bulk mineralogy measured using x-ray diffraction (XRD), the-
elemental composition of the soil determined from x-ray-florescenice (XRF), the carbon content of the soil -
(this includes total carbon, inorganic carbon, and organic carbon). - The résults of the soil chemistry
analyses are presented in Table 7-2, Table 7-3, and Table 7-4 respectively. The results of the XRD and
carbon analyses are also shown graphically on Plate 1. The XRF data are shown graphically on Plate 2.

7.3.1.1 - Bulk Density and Particie Density

The bulk density and particle density presented in Table 7-1 and shown on Plate 1 were measured from
core sub-samples taken during drilling, The average bulk density for the soils is 1.85 g/cc, a sight increase
in the bulk density is observed for the Plio-Pleistocene unit. The average particle density, also shown on
Plate 1, is 2.65 g/cc, which is the density of quartz. The XRD data (which are discussed below) indicate
that quartz is the dominant mineral found in the soils, which agrees with the particle dens1ty data. Fromthe
bulk density and particle density, the average formation porosity can be calculated using Equation 6 below.

f=1- Py Equation 6
Pp

‘Where & is the porosity of the formanon, pB is the bulk density of the soil, and pP is the particle dens1ty of
the soil.

The average formation porosity calculated using Equation 6 is 30%. This is a typical value for sandy soils
and well with in the expected range 0f 25% to 50% given for sandy soils (Freeze and Cherry, 1979). '

The particle surface area of'the soils was measured using Brunauer, Emmett, and Teller (BET) (Carter etal,
1986) analysis for the core samples: these data are presented in Table 7-1 and graphically on Plate 1. The _
average surface area measured for the samples is 11.40 m2/g. Also include in Table 7-1 are surface areas
measurements obtained using the ethylene glycol monoethyl ether (EGM) methiod (Carter et al, 1986).
Originally, this method was to be applied to radioactive samples When the samples were determined to be
non-radioactive, these measurements were made as a reference in case future work required this type of
measurement process.
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7.3.1.2 Particle Size Analysis

A sieve analysis was conducted on the core samples. The results are listed in Table 7-2. Also listed are the
percentages of gravel, sand, silt, and clay as determined by the laboratory for each of the soil types. The
results of the analyses indicate that the soils are generally composed of a sand sized fraction, typically
comprising 30% to 95% of the sample. At 188 fi the soil is dominated by a gravel fraction and at two
intervals, (171 — 182, and 206 to 210 ft} the soils are primarily silt. .

Tt should be noted that although the results from the laboratory do not always total to 100% for the soil
composition, the results are close enough to reasonably determine the soil type. . As the results md'lcate one

size fraction is typically dominant in each soil sample.

The results of the sieve analysis Wv;re.used to estimate saturated hydraulic conductivities for the soils. Both
the Hazen method (Fetter, 1988) and the Krumbein:and Monk method (Krumbein and Monk, 1943) were
used for these estimates. The resulis are plotted on Plate 1 along with the geometric mean of the. results
from the two estimations. The estimated saturated hydraulic conductivity is generally between 1 x° 107
em/sec and 1 x 107 cm/sec for the Hanford units, it decreases to 1 x 107 em/sec and lower in the Plio-
Pleistocens wnit and then increases to 1 x 10™ cm/sec again thin the Ringold unit. The discrepancy between
the results obtained from the two methods may be due to the inherent assumptions contained i in the -
individual methods.

7.3.1.3 Elemental Composition of Soil from X-Ray-Florescence (XRF)

The results from the XRF analysis of the soil composition are presented in Table 7-3 and shown
graphically on Plate 2. The soil composition is relatively uniform in the Hanford units. The data indicate
that silicon; most probably in the form of a silicate mineral, composes the bulk of the sediment. Iron is also
found in the soils in abundance, ranging from 3%.to 10% by weight. There isa slight increase in the iron
content in the Plio-Pleistocene unit. Aluminum is also abundant in the seils, typically comptising
approximately 10% to 12 % by weight. In the Plio-Pleistocene unit, aluminum decreases slightly. The
composmon of the Ringold unit appears to be similar to the Hanford units with some minor variation.

7.3.1.4 Bulk Mineré’ldgy'from X-Ray Diffraction (XRD) |

The bulk mineralogy of the soils was determined using x-ray diffraction (XRD). The results are presented
in Table 7-4 as the relative intensities of the major reflections to the Quariz 3.34 Angstrom (A) reflectiori.
These results are also shown graphically on Plate 1. This is 2 relative indicator of mineral abundance. The
XRD data indicate that quartz is the dominant mineral assemblage in the soils, making up approximately
60% or more of the soil. Feldspars (primarily plagioclase and potassium feldspar) make up most of the
remaining portion of the soils. Other minerals present in the soils in lesser amounts include calcite,
amphibole, chlorite, mica, and other phyllosilicates.

The composition of the clay fraction (note: this is the clay sized particles anid not the clay minerals) taken
from the XRD data is presented in Table 7-3. The clay-31zed fraction of the so11 is prlmarxly composed of

- smegctite; chlorite, mica, and quartz

7.3.1.5 Soil Carbon Content

The totalicm_'bon content of the soil was analyzed in addition to determining the o_rgahic and inorganic -
carbon content of the soil. The resulis are presented in Table 7-6. The results of the carbon analyses are
also presented graphically on Plate 1.

The primary form of carbon in the soils is inorganic carbon. The total soil carbon content ranges from

. 0.03% to 6.57% with the median value equal to 0.34%. The organic carbon content of the soils ranged

from none to 0.45%. The median organic carbon content is 0.05%. The inorganic carbon, which makes up
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most of the carbon in the seils, ranges froin none to 6.11%. The median value for the inorganic carbon is
0.30%. -

|
I
5
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o
™ Table 7-1. Laboratory analytical results for soil chemisiry and physical properties
Sample Description A%‘_;E’tf?;;te ' B"l('éf]:;';)sity "]‘;’:::ig&izg‘;l; BET S'(“rgiéc Area Ef‘gs(zgi
o MSE-CORE-I0IB | 215 1.67 1 3.17 12.70
& MSE-CORE-102B 514 2.02 2.64 _ 3.39
B MSE-CORE-103B $1.6 2.00 262 332 20.16
e | Mse-cOre-104B 1113 189 244 444 '
- MSE-CORE-105B - 1415 1.83 1" 2.55 3.89
) - MSE-CORE-106B 171.5 L64 - 2.60° 15.25
o . MSE-CORE-107A° | - 1824 1.78 2.19 - 640
[ ' MSE-CORE-108A 185.1 185 2.76 6.76
MSE-CORE-108B 186.1 200 1 146 12.36
' MSE-CORE-109A 187:6 1.98 255 11.39
MSE-CORE-109B 188.8 1.94 240 17.87 .
. MSE-CORE-110A | 189.5 1.88 | 2m 16.71
MSE-CORE-110B 190.6 1.89
MSE-CORE-111 RS: 192.1 - 250 22.99
MSE-CORE-111A 1926 ' 1.88 272 : 23.55 58.85
_ MSE-CORE-111B- 1936 : 1.94 284 19.69 '
. MSE-CORE-112B | 1958 194 257 16.03
i MSE-CORE-113B 198.3 1.93 2.31 ) 15.74
MSE-CORE-115A 202.6 1.95 o287 ' 16.71
MSE-CORE-116B" 206 ' 197 257 17.09
i MSE-CORE-117B 208.6 1.78 249 12.13
MSE-CORE-118B 209.% - 1.77 ' 12.39
e MSE-CORE-118 RS 2104 249
MSE-CORE-1198° 2314 1.39 2.51 406 .
MSE-CORE-120B: 2465 1.73 - .2.56 _ 357 11.92
-~ MSE-CORE-122A° 2615 241 : 2.74 . 3.56 C
!L MSE-CORE-123A" 2715 2.20 _ 2.58 _ 3.03 3.18
-
?M
=
|
,
-
' _ Page 7-9 9/30/02
Task M FY02 Status Report



Table 7-2. Laboratory analytical results for soil particle size measurements

Percent Passing Sieve #: Soil Composition
— Depth (wt %)
Sample Description (ft)
10 18 35 60 140 | 200 | 270 | Gravel | Sand Silt Clay
MSE-CORE-101B 21.5 99.4 93.7 | 46.5 19.5 129 | 11.5 10.1 0.6 89.3 4.8 53
MSE-CORE-102B 514 100.0 984 | 808 | 483 [ 21.0 | 17.0 | 14.8 0.0 85.2 6.0 3.4
MSE-CORE-103B 81.6 99.2 947 | 683 | 31.6 | 18.7 16.2 13.9 0.8 853 7.1 1.7
MSE-CORE-104B 111.3 99.8 98.5 | 96.1 | 939 | 63.0 | 446 | 314 0.2 68.5 17.5 3.7
MSE-CORE-1058B 141.5 100.0 | 100.0 | 999 | 97.0 | 49.5 | 31.6 | 22.8 0.0 77.2 8.2 4.1
MSE-CORE-106B 171.5 1000 | 100.0] 999 [ 999 | 99.7 | 99.2 | 93.8 0.0 6.2 73.9 8.6
MSE-CORE-107A 182.4 1000 | 100.0] 999 | 99.8 | 98.7 | 955 | 86.4 0.0 13.6 57.7 4.1
MSE-CORE-108A 185.1 95.8 947 | 893 | 77.6 | 55.6 | 455 | 32.7 4.2 63.1 28.0 53
MSE-CORE-108B 186.1 94.3 918 | 872 | 76.8 | 558 | 444 | 35.7 5.7 58.6 18.8 8.3
MSE-CORE-109A 187.6 93.4 910 | 87.8 | 77.7 | 60.6 | 50.8 | 39.8 6.6 53.6 28.2 8.5
MSE-CORE-109B 188.8 55.4 554 | 488 | 435 | 366 | 324 | 290 44.6 26.4 10.4 2.6
MSE-CORE-110A 189.5 78.1 68.0 | 586 | 442 | 256 | 188 [ 145 21.9 63.6 6.0 6.8
MSE-CORE-111 RS 192.1 93.1 86.5 | 74.8 | 58.0 | 32.7 | 21.0 | 13.0 6.9 80.1 8.3 34
MSE-CORE-111A 192.6 87.0 795 | 703 | 57.0 | 365 | 29.8 | 23.8 13.0 63.2 10.4 11.1
MSE-CORE-111B 193.6 81.8 69.8 | 60.0 | 48.8 | 294 | 234 | 203 18.2 61.6 8.4 7.8
MSE-CORE-112B 195.8 88.6 83.0 | 76.1 | 644 | 475 | 42.5 | 382 11.4 50.4 235 13.3
MSE-CORE-113B 198.3 95.7 914 | 834 | 669 | 539 | 422 | 41.6 4.3 54.1 11.0 7.9
MSE-CORE-115A 202.6 93.1 80.7 | 81.5 | 68.0 | 48.7 | 40.2 | 33.9 6.9 59.3 11.4 13.6
MSE-CORE-116B 206.0 99.8 99.7 | 993 | 988 | 982 | 98.0 | 97.3 0.2 2.6 87.4 4.2
MSE-CORE-117B 208.6 100.0 | 100.0 | 100.0 [ 99.9 | 99.5 | 994 | 98.4 0.0 1.6 89.6 7.6
MSE-CORE-118 RS 2104 95.7 955 | 955 | 955 | 950 | 91.4 | 78.6 4.3 17.1 61.7 9.0
MSE-CORE-119B 2314 100.0 | 100.0 | 100.0 [ 99.9 | 832 | 532 | 283 0.0 71.6 24.5 1.7
MSE-CORE-120B 246.5 97.0 966 | 940 | 864 | 41.6 | 29.0 | 238 3.0 73.1 17.0 55
MSE-CORE-122A 261.5 100.0 58.7 | 333 18.3 7.8 6.1 5.0 0.0 95.0 6.4 2.9
MSE-CORE-123A 271.5 100.0 796 | 704 | 513 17.1 14.4 13.2 0.0 86.8 24 2.1
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Table 7-3. Bulk chemical analysis of soils from XRF

ISample Description

Depth
(ft)

Weight %

Na;O

MgO|

ALO;

Sio: PZOS SOS

Cl

K0

Ca0

Ti0,MnO

FE:O;

SrO |BaO

NiO [CuO|Zn0O

ZI’O;

U0;

MSE-CORE-101B

21.5

2.723

3.647,

13.453

60.544/0.683{0.370

0.048]

1.491

6.394

1.783/0.137

9.846

0.042/0.089

0.003}0.00240.007

0.021

0.001

MSE-CORE-102B

51.4

2.790

1.7904

13.349]

68.459'0.605 0.375

0.045

2.340)

3.097

0.446{0.052

3.188

0.0400.093

0.002]0.002}0.004

0.021

0.001

MSE-CORE-103B

81.6

2.561

2.752]

13.425

70.278]0.619(0.4 1 8}

0.046]

2.457

3.018

0.5020.056,

3.393

0.042]0.105]

0.002{0.002}0.001

0.018]

0.001

MSE-CORE-104B

111.3

1.968

3.631

13.283

67.026]0.595[0.392

0.045

2.381

3.293

0.584]0.064

4.100

0.038]0.086

0.003{0.002{0.006

0.032]

0.002

MSE-CORE-105B

141.5

2.359

3.813]

14.347

67.839]0.631{0.409

0.047,

2.405

3.512

0.621]0.077

4.357

0.045]0.107

0.0030.003}0.006

0.034]

0.001

MSE-CORE-106B

171.5

1.294

4.808

16.205

62.647(0.6210.400

0.047]

2.738

3.624

0.7340.075

5.383

0.027]0.090

0.004}0.004J0.008

0.035

0.003

MSE-CORE-107A

182.4

1.914

3.946

13.535

65.856]0.618(0.424

0.048]

2.321

2.751

0.684)0.066

4.264

0.038{0.099,

0.0040.003}0.006

0.048

0.002

MSE-CORE-108A

185.1

2.116

3.797

13.359

61.292]0.563(0.323

0.042

1.811

6.693

1.138{0.085

5.769

0.046(0.067

0.004)0.0030.007

0.049)

0.001

MSE-CORE-108B

186.1

1.294

2.735]

9.548

37.703]0.801{0.414

0.046)

1.233

22.308

1.2830.169

5.576

0.039]0.058

0.003}0.003}0.006

0.030)

0.001

MSE-CORE-109A

187.6

1.766

3.830)

10.776

54.696]0.676{0.400

0.047,

1.647

11.954

1.1430.102

5.858

0.040(0.063

0.004}0.003}0.006

0.036]

0.001

MSE-CORE-109B

188.8

.687

3.697

4.768

124.488

0.8950.422

0.044

0.756

40.530)

0.6450.119)

3.371

0.038]0.039

0.002]0.002{0.003]

0.015

0.001

MSE-CORE-110A

189.5

1.685

4.012]

10.751

145.319]0.898]0.370

0.047]

1.056

16.818

1.748§0.133

7.753

0.043]0.072

0.003]0.002{0.008

0.023]

0.001

MSE-CORE-111 RS

190.6

1.914

.327

10.550

147 494{0.824)0.400

0.046]

1.072

17.998

1.401]0.119

7.116

0.041)0.063

0.002]0.003(0.007)

0.023

0.001

MSE-CORE-111A

192.1

1.968

4.095)

13.434

53.484]1.037

0.39010.049{1.319

9.692

2.237)0.154]

10.651

0.038]0.074

0.004]0.003{0.010f

0.030)

0.001

MSE-CORE-111B

192.6

2.265

4.858

13.516

56.094]0.722{0.395

0.049)

1.329

10.083

1.796}0.130

8.367

0.041]0.068,

0.003/0.003}0.008

0.025

0.001

MSE-CORE-112B

195.8

0.795

borg

7.016

31.320]1.219{0.355]

0.043

0.915

30.969)

0.9240.079)

5.018

0.036{0.047,

0.003]0.003(0.005

0.021

0.001]

MSE-CORE-113B

198.3

1.995

3.780)

10.984

51.915]0.818J0.397

0.048]

1.254

14.454

1.4040.103

6.841

0.04240.067

0.002]0.002{0.007,

0.023

0.001]

MSE-CORE-115A

202.6

1.483

3.797

10.361

146.139]1.007]0.378

0.047]

1.136]

19.169

1.238}0.094

6.473

0.040}0.058

0.003]0.003{0.006

0.024

0.001|

MSE-CORE-116B

206.0

2.197

5.239

13.075

59.267]0.637|0.37

0.045

2.406

6.273

0.73210.087

5.219

0.072J0.150,

0.005]0.003{0.007,

0.033

0.001]

MSE-CORE-117B

208.6

2.467

14.443

15.588

62.754/0.661

0.409]0.048]

2.923

3.190

0.84210.113

5.501

0.073}0.161

0.006{0.004{0.007

0.031

0.001]

IMSE-CORE-118 RS|

209.8

2.372

4.841

14.669

63.182]0.637

0.41000.048

2.779)

4417

0.7370.100

5.336

0.055[0.127

0.005]0.004{0.006f

0.030

0.003

MSE-CORE-119B

231.4

2.238

2.470)

12.437

74.949(0.610{0.365

0.044]

1.954

2.001

0.503]0.049

3.306

0.03910.075]

0.002{0.0020.004

0.033

0.001

MSE-CORE-120B

246.5

2.831

1.757]

12.061

80.254{0.608]0.375

0.046]

2.057

1.716

0.404]0.046

2.793

0.045

0.089]0.002,

0.001]0.001

0.022

0.001

MSE-CORE-122A

261.5

3.491

2.653

14.121

73.380[0.660[0.419)

0.048

1.812

3.974

0.574)0.073

4.321

0.041]0.076,

0.002]0.004/0.006]

0.018

0.001

MSE-CORE-123A

271.5

3.370

2.205

13.579

73.808{0.628[0.408

0.047,

2.10

2.948

0.57300.064

4.057

0.0490.095

0.003]0.002]0.005

0.027

0.001
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Table 7-4. Bulk mineralogical results from XRD analysis of soils

Relative Intensities of Major Reflections of Minerals to the Quartz 3.34 A Rcllecﬂon b

(Qualitative Indicator of Mineral Abundances)

Task M FY02 Status Report

Dess?r];ﬁ:ieun Depth {f5) Clay
Quartz (Plagioclase] K-Spar | Calcite |Amphibole| Chlorite Mica (Represents
Phyllosilicates)]
MSE-CORE-101B|  21.5 1 0.86 0.14 0.00 0.01 0.01 0.05 0.02
MSE-CORE-102B| 51.4 1 0.39 0.19 0.02 0.02 0.01 0.06 0.01
MSE-CORE-103B| 81.6 1 0.29 0.15 0.01 0.02 0.01 0.05 0.01
MSE-CORE-104B| 111.3 1 0.20 0.08 0.05 0.11 0.00 0.05 0.01
MSE-CORE-105B| 141.5 1 0.32 0.12 0.01 0.07 0.01 0.05 0.01
MSE-CORE-106A{ 170.6 1 0.13 0.04 0.02 0.02 0.02 0.12 0.02
MSE-CORE-107A[ 1824 1 0.16 0.05 0.00 0.06 0.01 0.07 0.01
MSE-CORE-108A| 185.1 1 0.40 0.05 0.04 0.16 0.02 0.07 0.01
MSE-CORE-108B| 186.1 1 0.42 0.06 0.34 0.14 0.02 0.08 0.01
MSE-CORE-109B| 188.8 1 2.44 0.34 2.93 0.08 0.09 0.24 0.03
MSE-CORE-110A[  189.5 1 0.68 0.43 0.39 0.05 0.02 0.05 0.01
IMSE-CORE-111A] 192.6 1 0.57 0.09 0.39 0.06 0.01 0.03 0.01
[MSE-CORE-111B| 193.6 1 1.77 0.33 0.00 0.15 0.00 0.03 0.03
MSE-CORE-112B| 195.8 1 1.16 0.18 1.16 0.14 0.01 0.09 0.02
IMSE-CORE-113B| 1983 1 0.86 0.12 0.20 0.11 0.02 0.05 0.01
MSE-CORE-115B| 203.6 1 0.60 0.08 0.38 0.08 0.02 0.05 0.04
MSE-CORE-116B| 206.0 1 0.32 0.12 0.02 0.07 0.07 0.05 0.01
MSE-CORE-117B| 208.6 1 0.36 0.14 0.02 0.07 0.04 0.03 0.01
MSE-CORE-118B| 209.8 1 0.53 0.08 0.08 0.07 0.04 0.09 0.01
MSE-CORE-119B| 2314 1 0.16 0.07 0.00 0.02 0.01 0.03 0.01
MSE-CORE-120B| 246.5 1 0.14 0.06 0.00 0.02 0.01 0.04 0.01
MSE-CORE-122A|  261.5 1 0.24 0.06 0.00 0.03 0.00 0.01 0.00
MSE-CORE-123A|  271.5 1 0.28 0.18 0.00 0.01 0.00 0.03 0.01
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Table 7-5. Bulk mineralogical results from XRD analysis of clay fraction in soils

Sample Approximate Relaiiue lllmlllﬂu(ol;;giqtj.otli‘vl:c[l‘:;clr:;: ::ﬁ;:’r:l;‘{;;‘:’g:;:?aﬁ A?“W"
Description Depth e e

Smectite | Chlorite Mica | Kaolinite | Quartz | Feldspar | Amphibole | Calcite
MSE-CORE-101B 21.5 na na na na na na na na
MSE-CORE-102B 514 0.81 0.77 1 g tr
MSE-CORE-103B 81.6 0.4 0.64 1.00 i ¢ b i tr Y
MSE-CORE-104B 111.3 0.49 0.67 | Y tr Y
MSE-CORE-105B 141.5 0.74 1.01 1.00 Y? Y Y
MSE-CORE-106A 170.6 0.82 0.58 1 X Y tr
MSE-CORE-107A 182.4 0.67 0.59 1.00 Y ¥ tr X
MSE-CORE-108A 185.1 tr? 0.46 1 Y i b Y
MSE-CORE-108B 186.1 tr? Y o tr? ir ? Y1
MSE-CORE-109B 188.8 b Y X Y Yl
MSE-CORE-110A 189.5 X ¥ Y Y Y Yl
MSE-CORE-111A 192.6 tr X Y Y? ¥ Y b Yl
MSE-CORE-111B 193.6 tr Y Y Y Y tr Yl
MSE-CORE-112B 195.8 ir 1.44 1 Y Y ¥
MSE-CORE-113B 198.3 Y G Y Y Y1
MSE-CORE-115B 203.6 tr? Y Y tr tr Y1
MSE-CORE-116B 206.0 4.18 2.6 | ') Y Y Y
MSE-CORE-117B 208.6 2.8 1.76 1 Y Y ¥ Y
MSE-CORE-118B 209.8 1.92 0.96 1.00 Y Y Y Y
MSE-CORE-119B 231.4 1.12 0.64 1.00 ¥ Y Y Y
MSE-CORE-120B 246.5 0.44 2.19 1 Y? Y Y Y
MSE-CORE-122A 261.5 tr 3.35 1.00 Y Y Y Y
MSE-CORE-123A 271.5 tr 4.65 1 ? Y i ¥

Y — Mineral present in minor amounts

tr — Mineral present in trace amounts

7 — Uncertainty in measurement

na — Not analyzed
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Table 7-6. Laboratory analytical resuits for seil carbon content

SampleDescrpion | APPORmALe | Tul Cton | Organt Carbon | largtnt
MSE-CAN-001 s ] 0.66 C 021 0.45
MSE-CAN-002 | . 10 0.35 0.05 0.30
‘MSE-CAN:03 | 15 007 0.02 0.05
MSE-CAN-004 20 i 024 | 005 © D9
MSE-CAN-005. 1. . 125 o1l . 003 008
'MSE-CAN-023 | 215 003 oM 0.02
MSE-CORE-101B . 215 ©0I3 0.04 . 0.09
MSE-CORE-102B 51.4 034 004 030
MSE-CORE-103B | 81.6 0.25 ' 0.02 ' S023
MSE-CORE-104B 1113 ©o029 004 - 025
MSE-CORE-105B | - = 1415 - 025 0.03 0.22
MSE-CORE-106B | = 1715 0.54. 0.07 0.47

" MSE-CORE-107A 182.4 1 o2 0.05 0.21
MSE-CORE-1084 | - 1851 0.67 0.07 0.60
MSE-CORE-108B | = 1861 267 015 | 252
MSE-CORE-109A 1876 177 | - 008 1169

" MSE-CORE-109B ©188.8 657 1 045 611
MSE-CORE-110A 1895 ‘251 . 0.04 : - 2,49

MSE-CORE-111RS | 1921 * 044 0.06 036
MSE-CORE-111A : { = 192.6 215 . 0.07 1 208
MSE-CORE-111B 1936 | 0.67 o005 ] 062
MSE-CORE-112B ' | 1958 . |. 435 015 | 444
MSE-CORE-113B | . 1983 156 008 148

1 MSE-CORE-115A . | = 2026 270 0.03 D267

1 MSE-CORE-116B | = 206 030 000 | 030
MSE-CORE-117B | = 2086 Cenn - c001 -l oo

| MSE-CORE-118B ' | | 2098 . 165 | o034 131

MSE-CORE-119B ' | - i 2314 005 1 002 | o003
MSE-CORE-120B° | | 2465 005 |- 005 ¢ L 000
MSE-CORE-122A | | 2615 Co007 003 004
MSE-CORE-123A° | 2715 005 ] 003 | 002

7.3.2 Soil Moisture- and Sediment-Water Extract Chemistry

Soil meisture and one-to-one sediment to water extracts obtained from selected soil cores were analyzed

_ for: pH; Eh; conductmty, alkalinity; cations and anions, uranium, and carbon concenirations. Results for

these analyses are presented in this section in addition to a discussion of the soil moistare in the soils.

7.3.2.1 Soil Moisture

The soil moisture data, shown on Plate 3, were obtained from two different sample types and from the
neutron moisture log. The first soil moisture data presented in Table 7-7 and identified as “can”™ samples
are from grab samples taken during drilling and placed immediately into tin cans that were sealed. These
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samples were specifically acquired for a soil moisture determination. The second set of soil moisture data
shown in Table 7-7 is from sub-samples taken from the core samples. These two data sets were combined
and plotted on Plate 3 along side the neutron soil-moisture data and soil moisture data obtained from the
CPT electrical conductivity data. '

The volimetric soil moisture was calculated from the weight percent soil moisture measured in the

laboratory. It appears that these values differ from the volumetric soil moisture determined using the
neutron-soil moisture log by a factor of bulk density. This discrepancy needs to be resolved through
reexamination of the procedures used by each vender. This will be completed in FY03. However the
general frends in soil moisture are similar between the data sets.

In the Hanford unit where the measurements overlap (50 to 60 ft bgs), the neutron soil-moisture data and
soil-moisture data from the CPT conductivity measurements are offsct by approximately 10%, with CPT
data béing greater.

The data from both the neutron soil-moisture log and the laboratory show a significant increase
immediately below the Plio-Pleistocene unit at approximately 205 to 230 fi. This general level of
correlation between the data suggests the measurements are representative of the trends in subsurface soil
moisture condltlons

7.3.2.2 Sediment-Water Extract pH, Eh, Conductivity, and Alkalinity

The results of the sediment-water extract pH, Eh, conductivity, and alkalinity measurements are presented
in Table 7-8 and shown graphically on Plate 3. The pH shown was measured in the laboratory under
atmospheric conditions and ranges from 6.7 to 8.1: the average pH value measured in the laboratory was
7.7. The pII values measured in tire laboratory will be discussed in Section 7.4 as they compare to the pil
values determined from the carbon dioxide measurements. The alkalinity was determined from the total
inorganic carbon in the soil moigiure. The assumption was made that for the pH range; the inorganic
carbon would be in the form of bicarbonate (HCO;). The equivalents of inorganic carbon were determined
for each sample and expressed as the carbonate alkalinity value in terms of milli-equivalents per litter. This
approach was taken because the alkalinity values determined from the titration data were not repeatable..

7.3.23 Carbdn'cdncent;ations.. of Sediment-Water Extract

The total carbon concentrations and organic carbon concentrations were measured for the sediment-water
extract. The inorganic carbon concéntration was calculated by subtracting the organic carbon concentration
form the total carbon ¢oncentration. The results of the carbon analysis are also included in Table 7-8.

7.3.24 Cations and Anions of Sediment-Water Extract

In addition, the sediment-water extracts were analyzed for cations (see Table 7-9) and anions (see Table
7-10) concentrations, The cation analysis included calcium (Ca™), potassium (K ), magnesium (Mg ™), and

‘sodivm {(Na"), The anion analysis mcluded ﬂuorme (F ), chloride (Cl'), bromide {Br) mtrate {(NO,),

phosphate (PO, and sulfate (SO A,
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Table 7-7. Soil moisture data

Task M FY02 Status Report

. . . . . Calculated Neutron Soil
Sample Description A%;;;e:f?;gte : So_nl(&[g/‘s_;ure Bu(l;l);;;lty Soil Moistare Moisture
i _ - - (val%) (vol%)
MSE-CAN-001 5.0 427 1.9 8.1 N/A
" MSE-CAN-002 10.0 3.47 1.9 6.6 N/A
" MSE-CAN-003 - 15.0 292 1.9 55 N/A
MSE-CAN-004 20,0 T 521 1.9 9.9 N/A
MSE-CAN-005 25.0 3.13 .19 5.9 A
MSE-CAN-006 30.0 451 19 8.6 N/A -
MSE-CAN-007 40.0 2.8 1.9 53 N/A
MSE-CAN-008 | 50.0 249 1.9 47 0.72
MSE-CAN-009 60.0 278 1.9 53 3.01.
'MSE-CAN-010 70.0 2.57 19 49 2.62
- MSE-CAN-011 80.0 248 19 47 2.86
MSE-CAN-012 - 90.0 3.64 1.9 6.9 372
. MSE-CAN-013 - 100.0 289 1.9 5.5 249
MSE-CAN-014 110.0 5.06 . 19 9.6 3.79
MSE-CAN-015 120.0 3.54 19 6.7 5.52
MSE-CAN-016 - 130.0 4,69 19 8.9 413
MSE-CAN-017. " | 140.0 3.93 1.9 7.5 412
MSE-CAN-018 - 150.0 7.22 19 13.7 4.34
MSE-CAN-019 160.0° 2231 19 42.4 14.95
. .MSE-CAN-020 170.0° 992 1.9 188 6.39
- MSE-CAN-021-. 1800 15.5. 19 29.5 12.51
MSE-CAN-022 206.5 17.45 19 33.2 139
MSE-CAN-023 215.0 18.94 i9. " 36.0 15.93
MSE-CAN-024 220.0 12.29 19 234 454 .
MSE-CAN-025 241.0 . 5.1. 19 9.7 2.63
MSE-CAN=026. . 2500 8.6. 1.9 163 657 .
MSE-CAN-027 266.0 "534 19 10.1 17.53
MSE-CORE-101A 20,5 3.83 1.72 6.6 N/A
MSE-CORE-101B- 215 3.46 1.67 5.8 N/A
MSE-CORE-102A". 505 3.19 . 185 59 L.71
MSE-CORE-102B . 514 xR T 202 5.6 253 -
MSE-CORE-103A- "80.6 : - 1.96: 1.88 3.7 2.55
" MSE-CORE-103B: ‘816 2.02 . L2 4.0 2.59
MSE-CORE-104A 110.6, 368 1.83 6.7 377 ..
MSE-CORE-104B 1113 S L7132 C1.89 13.8 421
MSE-CORE1L05A | 140.5 7687 1.63 12.5 338
MSE-CORE-105B - 1415 465 1.83 X 392
MSE-CORE-106A. [i: 170.6 517 © 165 8.5 5.04
' MSE-CORE-106B: . | 171.5. 19,54 D 1.64 32.0 10.2-
MSE-CORE-107A. " |. © 1824, ‘12,01 1.78 214 9.62 °
. MSE-CORE-107B: © ‘1834 11.51: 1.5 17.3 63
' MSE-CORE-108A: 185.1" 671 1.85 12.4 3.96. .
MSE-CORE-108B : 186.1" 12.75 L2 255 647
| MSE-CORE-109A 187.6 9.84. - 198 195 10.59 .
. MSE-CORE-109B 188.8 . 9,03 1.94 17.5 11.29:
MSE-CORE-110A" 189.5 " 6.33. 1.88 119 11.13
.. MSE-CORE-110B" 196.6 - 10 1.89 '18.9 5.7
MSE-CORE-111 RS 192.1 .. 749 . 1.89 14.2 9.01 .
MSE-CORE-111A" 1926 064 188 18.1 9.04. .
' . MSE-CORE-111B 193.6.. 5.79 - 1.94 11.2 8.92
MSE-CORE-112A , . 1948 9.02 . - 1.84 16.6 821
Page 7-16, 9/30/02



. At Co Calculated Neutron Seil
" Sample Description A%l:r(:;m;ate Soil MTsture Bulk Density Soil Moisture - Moisture
: pth (Ff) (Wt%) (g/em3) (vol%) | waiow
™ MSE-CORE-112B 195.8 11.12 T 1.94 21.6 7.66
: MSE-CORE-113A 197.3 7.77 1.85 14.4 __ .04
MSE-CORE-113B 198.3 639 - | 183 123 _ 5.2
"MSE-CORE-114A 2006 | 643 182 11.7 kB 532
r“ MSE-CORE-114B, 2013 744 - 1.89 - 14.1 : 5i54
i MSE-CORE-115A 2026 8.8 . 1.95 172 582
MSE-CORE-115B 203.6 (624 184 1.5 - b 528
e MSE-CORE-116A - 205.4 ' 14.62 1.92 . 281 _ 1525
' - MSE-CORE-116B" . 2060 18.83 197 37.1 ] 1415
MSE-CORE-117A | = 2077 ] 2033 1.87 - 38.0 1 13.56
. | MSE-CORE-117B 208.6 . 1895 178 33.7 S 1419
i MSE-CORE-118A 2093 178 . 1.68 29.9 [ 1512
MSE-CORE-118B 209.8 1243 1.77 220 . T - 1803
MSE-CORE-118 RS 2104 - 0 - S 00 A1 1406
o MSE-CORE-119A 230.3 : 773 136 19.5 352
MSE-CORE-1198 - 231.4 469 139 . 6.5 1 1029
MSE-CORE-120A 245.6 . 5.36 S LY9 10.7 C245¢
MSE-CORE-120B . |~ 2465 4.88 1 173 - 84 - 276
- MSE-CORE-122A L2615 . 10.03° .. 24l . 242 ] 1753
MSE-CORE-122B | « 2605 1437 219 315 ' _ 1753
L. MSE-CORE-123A L2715 |07 1258 2.2 277 . 11783
MSE-CORE-123B | = 2705 L1277 1 18 _ 235 T 1753
- Table 7-8. ‘'Laboratory resalts of sediment-water extract chemistry and physical properties
} e | Carbonate | . Organic |Inorganic|  Uranium
; ' Sample Description D&gﬂl pH | Eh (V) Coz:ldsl;ﬁi‘;'-ty Alkalinity | Cartll;(;t:l(‘y)' Ca%'bon 'Carrgbon Concentration
- _ : (meg/Ly | >l (%) ) | (ugll)
rﬂ MSE-CORE-101B | 21.5 | 74 1 3349 212 : ) 16.97 3.74 13.24 59,68
P MSE-CORE-H?B | 514 | 7.8 | 3540 .193 Y117 . 17.36 332 | 1404 ] «3213
MSE-CORE-103B | 81.6°| 75 | 4189 148 L 090 |- 1435 353 | 1082 | <5131
. | MSE-CORE-104B | 1113 | 7.8 | 369.0- 238 1.01 1639 | 423 217 20.59:
‘t MSE-CORE-106A [ 1706 ] 76 | 4089 | 487 | 125 | 2001 | so3 | 1498 | = 963
MSE-CORE-1084 [ 1851 79 | 3466 | - 260 |1 132 19.37 350 | (1587 | 15720 ¢
e ' "MSE-CORE-108B | 186.1| 7.5 | 3846 | 201 [ 146 [ 2423 | 672 [ 1751 | 23978
: MSE-CORE-110A | 1805} 80 | 3514 | 224 - |7 135 1868 .| 250 1618 ;| - 66.86 |
- MSE-CORE-112B | 1958 8.0- | 380.6 290 b 132 2100 | 518 1582 7| 13158
- MSE-CORE-113B. | 1983 | 80 | 3732 | 214 | 109 | 1743 436 | 13.08 . 162.04 .
MSE-CORE-116B | 206.0 | 8.0 | 3849 c284 0 | o11e | 1935 5.06 14.29 <4.87
L MSE-CORE-118B {2008 ] 81 | 4033 ' 230 | 121 1885 | 428 | 1457 | | <764
MSE-CORE-1198 | 2314 | 67 [ 42720 - 70 b o027 | 1074 | 748 | 326 <2150
= MSE-CORE-1208 | 2465 | 68 | 4602 ). 0 2317 |7 031 }- 821 | 454 3.67 | . <2069
‘ MSE-CORE-1224 | 2615 77 | 3724 | 320 - [' o0es | 1117 | 334 | 783 | @ 3758
MSE-CORE-123A. [ 2715 | 86 | 3728 | 196 " |: 0328 12,13, 159 | 1054 7| <153
=
|
—
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Table 7-9. Laboratory results for cation concentrations in the sediment-water extracts

Sempl Descripion Pprosimat Dep] Concentration (meg/)

Ca™ K* Mg* Na*
MSE-CORE-101B 21.5 0.408 0.1 0.169 0.921
MSE-CORE-102B 514 0.465 0.105 0.23 0.772
MSE-CORE-103B 81.6 0.395 0.093 0.26 0.57
MSE-CORE-104B 111.3 0.759 0.124 0.419 0.764
MSE-CORE-106B 171.5 1.814 0.133 0.92 1.267
MSE-CORE-108A 185.1 0.925 0.103 0.614 0.663
MSE-CORE-108B 186.1 1.643 0.113 1.176 0.829
MSE-CORE-110A 189.5 0.745 0.082 0.627 0.629
MSE-CORE-112B 195.8 1.018 0.087 0.841 0.662
MSE-CORE-113B 198.3 0.778 0.076 0.599 0.576
MSE-CORE-116B 206.0 1.093 0.073 0.814 0.636
MSE-CORE-118B 209.8 0.861 0.085 0.724 0.51
MSE-CORE-119B 231.4 0.158 0.044 0.132 0.287
MSE-CORE-120B 246.5 0.202 0.055 0.124 0.364
MSE-CORE-122A 261.5 1.218 0.153 0.719 0.567
MSE-CORE-123A 271.5 0.766 0.108 0.444 0.365

Table 7-10. Laboratory results for the anion concentrations in the groundwater

Sample Approximate Concentration (meg/L) !
Description Depth F cr Br NOy PO* S0.*
MSE-CORE-101B 21.5 0.026 0.023 0 0.302 0.004 0.41
MSE-CORE-102B 51.4 0.019 0.208 0.001 0.159 0.003 0.369
MSE-CORE-103B 81.6 0.02 0.057 0 0.073 0.003 0.25
MSE-CORE104B 111.3 0.023 0.135 0.001 0218 0.003 0.731
MSE-CORE-106B 171.5 0.019 0.254 0.002 1.79 0.005 1.129
MSE-CORE-108A 185.1 0.014 0.055 0.001 0.54 0.004 0.502
MSE-CORE-108B 186.1 0.019 0.102 0.002 1.069 0.003 1.333
MSE-CORE-110A 189.5 0.046 0.036 0.001 0.471 0 0.275
MSE-CORE-112B 195.8 0.042 0.058 0.002 0.689 0.001 0.604
MSE-CORE-113B 198.3 0.041 0.028 0.001 0.326 0 0.413
MSE-CORE-116B 206.0 0.032 0.064 0.001 0.731 0.001 0.756
MSE-CORE-118B 209.8 0.034 0.041 0.001 0.515 0.001 0.404
MSE-CORE-119B 2314 0.017 0.021 0.001 0.229 0.004 0.125
MSE-CORE-120B 246.5 0.015 0.029 0.001 0.31 0.004 0.108
MSE-CORE-122A 261.5 0.028 0.11 0 1.903 0 0.132
MSE-CORE-123A 271.5 0.012 0.115 0 0.64 0.003 0.146

7.4 PETROGRAPHIC ANALYSIS OF SOIL SAMPLES

A petrographic analysis of the soil samples was completed by MSE to provide information for determining
the amount and composition of the grain coatings. The analysis was completed using grain mounts made
from selected core samples. The samples used to make the grain mounts are indicated on Plate 4. To
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complete the petrographic analysis, estimates of the percentage of framework and matrix components were
made; this was followed by estimates of the composition of the framework, estimate of the percentage of
the framework grains with coatings or other alterations, and finally estimates of the grain coating
compositions. The framework grains were classified as quartz, feldspar, and other rock fragments. The
framework alterations and coatings were classified as goethite-limonite, hematite, clay, carbonate, or
magnetite-ilmenite. Observations were also made as to the crystalline nature of the costing (i.e., crystalline
or amorphous). A summary of the results of the petrographic analysis is presented as Plate 4.

7.4.1 Hanford Soils

The soils from the Hanford Units are typically unconsolidated rock fragments with some grains of quartz
and feldspar. Generally, 25 to 50% of the grains have some type of alteration or coatings. These coatings
are dominantly composed of iron in the form of a magnetite or ilmenite with lesser amounts of goethite and
limonite. Minor amounts of hematite are also present. There is also some clay and carbonate coatings
present, but these generally make up only 25% of the total grain coating. An exception to these
observations is near the base of the Hanford Unit 2 directly above the Plio-Pleistocene unit. The entire soil
framework is observed to have a coating, which is primarily composed of clay followed by carbonate
minerals and hematite. Minor amounts (less than 10% each) of the goethite-limonite and magnetite-
ilmenite mineral phases are observed in these sediments.

7.4.2 Plio-Pleistocene Unit

The Plio-Pleistocene unit is characterized by a high degree of consolidation; typically, 30% or more of the
soil composition was some from of matrix cement. The framework minerals consisted of quartz and
feldspar with lesser amounts of other rock fragments. Due to the high degree of cementation, all of the
grains had some form of coating. The coatings were primarily composed of clays and carbonate minerals.
Very little iron was observed as a grain coating.

7.4.3 Ringold Soils

The Ringold soils are typically unconsolidated materials composed of primarily quartz grains with lesser
amounts of feldspars and other rock fragments. There is very little coating or other alteration of the grains
(less than 10%), but where it is present; it is almost entirely a form of iron. The grain coatings and
alteration in the Upper Ringold is composed of goethite and limonite with minor amounts of hematite, clay,
and magnetite/ilmenite. The Ringold Unit E gravels are characterized by coatings of magnetite/ilmenite
and with lesser amounts of goethite/limonite.

7.5 CITRATE-BICARBONATE-DITHIONITE (CBD) EXTRACT
RESULTS

Eight soil samples were analyzed using the citrate-bicarbonate-dithionite (CBD) extraction method to
determine the amount of extractable aluminum, iron, and manganese oxide in the soils. A literature review
indicated that iron oxides and hydroxides are the primary sorbents of uranium in most soils; therefore, an
investigation into the amount and type of iron oxides was initiated. In conjunction with the petrographic
analysis of the sediments, a technique was needed to determine the total amount of free iron oxides (both
crystalline and amorphous) in the sediments. To accomplish this, the CBD extraction method was selected
based on literature reviews related to uranium adsorption studies using surface complexation modeling
(Loeppert and Inskeep, 1996; Payne, 1999; and Barnett et al, 2002). By applying the relative percentages
of the various iron oxides observed in the petrographic study to the amount of free iron oxide extracted
from the sediments using the CBD extraction method, the mass of the different iron oxides could be
determined. In addition to the amount of iron in the soil, the amount of aluminum and manganese oxides
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were also measured. The results of the CBD analysis indicating the relative amounts of Al, Fe, and Mn
present in the soils as oxides and hydroxides are presented in Table 7-11.

Table 7-11. Laboratory results from citrate-bicarbonate-dithionate analysis

Sample Approximate Concentration (mg/kg) in Soil
Description Depth (ft) Al Fe Mn
MSE-CORE-101B 21.5 81(79) 1660 (1500) 68 (112)
MSE-CORE-104B 111.3 124 2980 85
MSE-CORE-106B 171.5 172 3760 56
MSE-CORE-107A 182.4 221 4230 89

MSE-CORE-112B 195.7 169 (75) 1640 (1290) 59 (52)

MSE-CORE-119B 2314 146 (102) 3850 (2780) 106 (110)

MSE-CORE-120B 246.5 116 2460 77

MSE-CORE-123B 271.5 56 1300 42
[Values in parentheses are from the second lab and shown for comparison purposes.

Two independent laboratories following the procedure outlined in Loeppert and Inskeep (1996) completed
the CBD analyses. The results compared well, suggesting the analyses were representative of the total free
iron in the soils. The results were also compared to those reported by Barnett et al (2002), however, the
results reported by Barnett appeared to be an order of magnitude greater than the results obtained from the
two laboratories. This may be due to the fact that the samples analyzed by Barnett were taken from an
outcrop. Potentially the outcrop material may have been more weathered than the samples acquired from
the borehole, resulting in a greater amount of iron oxide weathering products.

7.6 CARBON DIOXIDE SAMPLING RESULTS

The results of the soil gas sampling are presented in Table 7-12 as the average CO, concentrations
measured in the borehole at discrete depth intervals. These results are also shown on Plate 3. As
previously discussed, the CO, concentration in the soil gas is a critical parameter in determining uranium
sorption. The CO, concentrations were measured in the field using a CO, analyzer and the soil-gas
sampling system designed and built by MSE.

The process used to determine the CO, concentration in the soil gas is shown schematically in Figure 7-1.
The plot of CO, concentration as a function of time is representative of the data obtained at each discrete
depth interval. The initial data shown from 0 to approximately 0.20 hours represent measurements made of
the CO, concentrations of atmospheric air made with the CO, meter disconnected from the soil gas
sampling system. These data verify that the CO, meter is accurately measuring the atmospheric CO,
concentration, which is approximately 300 ppm. The next series of data from approximately 0.20 to 0.40
hours were obtained with the CO, meter connected to the soil gas sampling system, which had not yet been
connected to the wellhead. These measurements are also approximately 300 ppm, indicating that the CO,
meter is correctly measuring the concentrations of CO, in the air moving through the soil-gas sampling
system. The soil-gas sampling system is then connected to the wellhead and the soil gas is purged from the
system and well bore. As the soil gas displaces the atmospheric air in the system, the CO; concentrations
rise until near steady state conditions are achieved. After the CO, concentration have reached a near steady
state condition, the system was disconnected from the well head and the meter allowed to measure CO,
concentrations in atmospheric air, again to show that the system is functioning properly. The CO, meter
calibration was checked and found to be within the acceptable calibration range following the completion
of the measurements.

The measurements of soil gas CO, concentrations made under the near steady state conditions were
averaged to determine the CO; concentration for the depth interval. The measurements (see Table 7-12)
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used to determine the average CO, concentrations were typically within 3% of the average, which shows a
high degree of repeatability for the measurements.

The results show a significant variation in the CO, concentration with depth ranging from 4,700 ppm to
21,000 ppm. The average CO, concentration measured in the subsurface is 11,200 ppm. These values are
two to three orders of magnitude greater than atmospheric CO, concentrations, which are typically around
300 ppm. There is a marked decrease in the soil gas CO, within the Plio-Pleistocene formation, which is
characterized by a calcareous cementation of the sediments.
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Figure 7-1. A schematic diagram showing the CO2 concentration measurement system and process.

7.6.1 Calculated pH Values

The pH of the soil moisture was calculated using the measured CO, concentrations and the alkalinity of the
sediment-water extracts from Equation 5. The results are presented in Table 7-12 and shown graphically
on Plate 3. The calculated pH values range from slightly more than 6 to slightly less than 7 and are
generally one pH unit lower than the laboratory measurements. This confirms that the pH measurement of
soil moisture must not be taken after the samples are exposed to atmospheric CO, pressures.

The plot shown in Figure 7-2 clearly shows the importance of in situ pH measurements. The blue line is a
plot of uranium sorption as a function of pH. This curve was generated using MINEQL+ V4.5, the model
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parameters used were: Log pCO, = -2.13, lonic Strength = 2. 10x107, UO,"? = 3.7x10"® mol/L, and Total
Fe™ = 1x10-3 mol/L. The red line shows the frequency distribution of the in situ pH values determined
using the CO, data and the green line shows the frequency distribution of the laboratory measurements.
The uranium sorption in the range of the pH values determined using the CO, data ranges from 60% to
80%, while the uranium sorption in the range of the pH values measured in the laboratory is less than 10%.

Table 7-12. Calculated pH values compared to laboratory pH measurements

Task M FY02 Status Report

""'L’(:’rg):'h““' pCO: Aty | oy e | PHLSD
21.5 4445 1.1 7:1 7.4
51.4 5559 1.17 7.0 7.8
81.6 14299 0.9 6.5 115
111.3 17959 1.01 6.5 7.8
170.6 8838 1.25 6.8 7.6
185.1 8405 1.32 6.9 7.9
186.1 8405 1.46 6.9 1.5
189.5 8405 1.35 6.9 8.0
195.8 7971 1.32 6.9 8.0
198.3 7258 1.09 6.9 8.0
206 6544 1.19 7.0 8.0
209.8 9002 1.21 6.8 8.1
2314 4681 0.27 6.5 6.7
246.5 12699 0.31 6.1 6.8
261.5 12699 0.65 6.4 1.7
2715 12699 0.88 6.5 8.0
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Figure 7-2. Plot of uranium sorption and frequency of pH values from CO2 data and laboratory
measurements.
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8 GEOCHEMICAL MODELING EFFORTS

The geochemical model parameters, sensitivity analysis of uranyl (UO, %) adsorption modeled by
MINEQL+® v. 4.5, calibration batch testing, and initial geochemical modeling results are discussed in this
section. The MINEQL+® v. 4.5 (Schecher and McAvoy, 2001) computer software is a Windows ™ based
chemical equilibrium modeling system that was derived from the public domain code, MINTEQA2
(Allison et al, 1991). The geochemical model considers UO0," is adsorbed to specific sorbing sites,
typically composed of metal oxide or hydroxide coatings on the soil matrix. The affinity of the UO,"” to be
adsorbed to the sorbing sites is a function of the ionic strength and pH of the solution; the UO,"? and
carbonate concentrations in solution; and the sorbent surface area and site density.

The primary sorbents of uranium are Fe(IlI) and Al oxyhydroxides, clays, zeolites, phosphate minerals, and
organic matter (Langmuir, 1997). Previous studies have indicated that iron-hydroxide surface sites
(=FeOH) dominate UOZ+2 complexation in Hanford soils (Barnett et al., 2002). Consequently, MSE
assumed that the primary sorbent of UO," in the soils was =FeOH.

MSE chose to use a diffuse layer surface complexation model for the geochemical modeling efforts. The
parameters required for the diffuse layer model include: the concentration of available sorbing sites in a
given volume of the soil matrix; the surface area of the sorbents exposed to the groundwater; and the
thermodynamic equilibrium constants for reactions involving the surface sites and aqueous components.
The surface area of the =FeOH sorbent and concentration of available sorbing sites, were initially taken
from a =FeOH diffuse layer model described by Dzombak and Morel (1990). This model assumes the
specific surface area of the sorbent (in this case =FeOH) is 600 m*/g; and two types (strong, high affinity
and weak, low affinity) of sorbing sites.

The remaining parameters used in the geochemical modeling of UO, ' adsorption included aqueous
component concentrations, CO, concentrations, and thermodynamic constants. Results of the sensitivity
analysis of UO,? adsorption were used to determine which model parameters affected UO, " adsorption
most.

Calibration of the geochemical model will be completed through a series of laboratory batch tests to
compare the measured sorption of UO,"? to the adsorption predicted by the geochemical model. Initial
laboratory batch tests were conducted to provide calibration data. Input parameters for the geochemical
model will be adjusted within reasonable bounds in order to produce an acceptable correlation between the
predicted and measured data. Because the sorption of uranium to soils is pH dependent, the model results
are presented as plots of uranium sorption a function of pH.

8.1 SENSITIVITY ANALYSIS FOR URANIUM SORPTION

This phase of geochemical modeling was conducted to examine how MINEQL+ handles large variations in
input parameters and works with an expanded and refined thermodynamic database. MSE investigated the
sensitivity of UO,"? adsorption, as a function of pH, to the following parameters:

1. Changes in the sorption resulting from changes in the concentration of surface sites.
2. Affect of UO,™ concentrations in solution within a broad range of concentrations (3.7x10'7 mol/L
to 3.7 mol/L) that include those observed for current conditions. Most of the sensitivity analysis

was run using a concentration of 3.7x10 mol/L

3. Effect of the CO, concentration on sorption.
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4. Effects of additional ions in solution such as Ca™%, K*, Mg"?, Na', AI”, CI', F', NO5’, PO,>, and
S0~

The results of the sensitivity analysis were previously reported in Hanford Uranium Mobility Geochemical
Modeling: Sensitivity Analysis (MSE, 2002a).

In general, the sensitivity analysis indicated UO, " adsorption is proportional to both the surface site
density and the concentration of UO, " in solution and inversely proportional to the CO, concentration in
the soils. The addition of Mg, F", PO,~, and SO, to the system causes a decrease in UO, " adsorption.
The decrease in UO,"* adsorption is more gradual as F or SO, is added. In contrast, UO,"? adsorption is
drastically decreased because of a slight concentration change of either Mg+2 or PO4-3 in the system. The
remaining ions (Ca'?, K*, Na', AI”, CI', and NO5") did not significantly affect UO,"? adsorption over the
range of concentrations modeled.

8.1.1 Surface Site Concentration

MINEQL+ allows a finite number of surface sites for adsorption modeling. To examine the sensitivity of
the UO, " adsorption to surface site concentration, a series of sorption simulations were run. The
simulations used a constant UO, " concentration and varied the concentration of =FeOH sorption sites. The
model used for the sensitivity analysis calculates the concentration of =FeOH sorption sites from the tot
iron concentration. For this portion of the sensitivity analysis, the total iron concentrations ranged from 1
mol/L to 10™ mol/L.

As the number of available surface sites decreases in the soil structure, it follows that the amount of UOz+2
that can be adsorbed onto the soil will also decrease. This is observed in the results shown in Figure 8-1
where the adsorption is plotted for the range of iron concentrations.
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Figure 8-1. UO,™ adsorption versus total Fe concentration and at a constant pH and constant vo,"”
concentration. Results were generated using the Dzombak and Morel =FeOH surface
complexation model. The UO,"? concentration used was 3.7x10°° mol/L, the ionic strength
was 2.1x10° mol/L, and the Log pCO; was —2.13.

As the concentration of sorption sites decreases, the percentage of the total uranium adsorbed to the soil
also decreases and the pH window that sorption will occur also becomes smaller.

8.1.2 UO," Concentrations in Solution

Another important observation that can be made relevant to the ratio of uranium in solution to the number
of sorption sites is shown in Figure 8-2, which is a plot of the of UO,"? adsorption against the total UO, "
concentration at a constant pH and total Fe(IlI).

Page 8-3 9/30/02
Task M FY02 Status Report



UO,*? Adsorbed vs Total UO,"
pH=7.0

1.E-03

e
3.7E-04

U0,*? Adsorbed (moliL)
m
&

—4—7-5-“*
1.E-06 ‘%

1E'0? T T T T T T =V
1E-07 1E06 1E-05 1E04 1E03 1E02 1EO01 1E+00 1E+01

Total UO,* Concentration {mol/L)

Figure 8-2. UO," adsorption versus total UO,"* concentration at constant pH and constant total
Fe(Ill). Results were generated using the Dzombak and Morel =FeOH surface complexation
model. The total Fe(lll) concentration used was 1x107° mol/L, the ionic strength was 2. 1x100 A
mol/L, and the Log pCO; was -2.13.

Figure 8-2 shows that the ratio of adsorbed UO, " to total UO," is not constant over the range of total
UO," concentrations shown. This is most likely due to all of the available sorption sites being occupied by
U0, and not to changes in the UO, " complexion affinity.

8.1.3 Effect of CO, Concentrations on Sorption

As previously indicated, UO,"? is most mobile at the low and high pH ranges and tends to be adsorbed if
the pH is near neutral. Since pH is influenced by the concentration of CO, in the air (Langmuir, 1997),
changes in CO, concentration will affect the adsorption of UO,™. Figure 8-3 is a plot showing the effect of
the CO, concentration on UQ, " adsorption over CO, concentrations ranging from 300 ppm (log pCO, = -
3.5) to 30,000 ppm (log pCO; = -1.5), which are representative of the concentrations measured in borehole
299-W19-43.
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Figure 8-3. Effects of Log pCO, values on total percent UO,"* adsorption as a function of pH.
Results were generated using the Dzombak and Morel =FeOH surface complexation model.
The total Fe(lll) concentration used was Ix10 * mol/L, the concentration of U0, was 3.7x10
® mol/L, and the ionic strength was 2.1x10 mol/L.

As the concentration of CO, increases, the percentage of the total uranium adsorbed to the soil decreases
and the pH window that sorption will occur also becomes smaller.

In addition to affecting the solution pH, the dissolved CO, forms carbonate complexes with UO,™. The
occurrence and abundance of these complexes depends on both the pH and alkalinity of the solution, which
are typically functions of the dissolved CO,. These uranyl-carbonate complexes are orders of magnitude
more soluble than UO,"?; thus decreasing the adsorption of uranium to the soil. Important uranyl-carbonate
complexes include UO,CO;°, UO5(CO5),?, and UO5(COs);™.
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8.1.4 Effects of lons in Solution

The ionic species that significantly affected UO,"? adsorption based on the sensitivity analysis included:
Mg+2, F, PO,”, and SO,”. The results of the simulations in which the concentrations of these ions were
varied over a range of concentrations are shown in the following plots (Figure 8-4 through Figure 8-7).
The range of concentrations represents those measured in both the Columbia River water and in the
Hanford groundwater.

Uranium Adsorption
Mg
W= - S ———
- 90
2 a0 ;f
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D o i
® 10 /4
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e 1% 10-1 (mOI/L) 1x10-2 (mol/L) 1x10-3 {mol/L)
s 13104 {mMOI/L) |31 0-5 (MoI/L) e 1% 10-6 {mMoOI/L)

Figure 8-4. Effects on total percent UO," adsorption from the addition of Mg to the solution.
Results were generated using the Dzombak and Morel =FeOH surface complexation model.
The total Fe(lll) concentration used was 1x10° mol/L, the concentration of UO, * was 3.7x10°
¢ mol/L, the ionic strength was 2.1x107° mol/L, and the Log pCO, was —2.13.

Figure 8-4 shows the percent of UO,"? adsorbed decreasing as the concentration of Mg'? increases. There
is a decrease in UO, "™ adsorption of approximately 10% between the 1x 10® mol/L and 1x10™* mol/L Mg
concentrations. UO,"” adsorption drastically decreases from about 70% down to almost 0% between the
1x10™ mol/L and 1x10~ mol/L Mg"* concentrations. The decrease in UO,"? adsorption is a result of the
Mg'? competing for the =FeOH surface sites.
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Figure 8-5. Effects on total percent vo," adsorption from the addition of F to the solution. Results
were generated using the Dzombak and Morel =FeOH surface complexation model. The total
Fe(lll) concentration used was 1x107° mol/L, the concentration of UO;' ? was 3.7x10°° mol/L,

the ionic strength was 2.1x10” mol/L, and the Log pCO, was —2.13.

Results shown on Figure 8-5 indicate that the presence of F~ in the system can affect the adsorption of
UO,"™. When F is added to the system, UO,"* adsorption decreases and the low-pH UO,"? adsorption edge
shifts to the right, toward higher pH values. Modeling results indicate that uranyl-fluoride species UO,Fy’,
UO,F,(aq), and UO,F" are present in the lower pH range, preventing the UO," from adsorbing.
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Figure 8-6. Effects on total percent UO," adsorption from the addition of PO,” to the solution.
Results were generated using the Dzombak and Morel =FeOH surface complexation model.
The total Fe(lll) concentration used was 1x10°° mol/L, the concentration of UO,'? was 3.7x10
5 mol/L, the ionic strength was 2.1x107° mol/L, and the Log pCO, was —2.13.

The modeling results shown in Figure 8-6 suggest that the presence of PO,” in the system can significantly
affect the adsorption of UO,™. The adsorption of UO," drastically decreases from about 85% down to
almost 0% between the 1x10° mol/L and 1x10™* mol/L PO,”. The results also indicate that uranyl-
phosphate SpeCies (U02H2P04+, UOg(HPO4)2-Z, U02(H2PO4)2(aq), UO,(H,POy)5, and
UO,(H,PO,4)(H;PO,)" are present in the lower pH range, which act to keep the UO," in solution
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Figure 8-7. Effects on total percent UO,"? adsorption from the addition of SO, to the solution.
Results were generated using the Dzombak and Morel =FeOH surface complexation model.
The total Fe(lll) concentration used was 1x10° mol/L, the concentration of UO,"? was 3.7x10°
% mol/L, the ionic strength was 2.1x10° mol/L, and the Log pCO, was —2.13.

Figure 8-7 shows that the presence of SO, in the system can affect the adsorption of UO,". When SO,
is added to the system, UO,"? adsorption decreases and the low-pH UO,"? adsorption edge shifts to the
right, toward higher pH values. Modeling results indicate that the formation of uranyl-hydroxide, uranyl-
sulfate, and uranyl-carbonate species is the primary cause of the decrease in UO,"? adsorption.

8.2 BATCH TESTS FOR MODEL CALIBRATION

The batch tests to compare the measured sorption of UO,"? to the adsorption predicted by the geochemical
model were completed according to the procedures outlined in Calibration Plan for Geochemical Model
Describing Uranium Transport in the Unsaturated and Saturated Sediments at the 200 West Area of the
Department of Energy Hanford Site, Washington (MSE, 2002b).
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8.2.1 Batch Test Solid Phase

The calibration batch tests were completed using five types of soil taken from the core samples acquired
from well 299-W19-43 on the Hanford site. The soil samples are described in Table 8-1.

Table 8-1. Summary of soil samples used in model calibration batch tests

Sample Core Formation Description

Light brown gray (2.5Y 6/2) to grayish
brown (2.5Y 5/2); Medium to course
grained sand; Subrounded; 40-50% basalt;
1 MSE-CORE-101B Hanford Unit | Quartz in dominant with minor amounts of
plagioclase and feldspar and trace pyrite;
no visual reaction with HCI; Loose, dry
soil; 2-3% magnetite

Pale yellow (2.5Y 7/3); very fine to fine
grained sand; Rounded to subrounded; 5%
basalt; Quartz is dominant; Reddish to
reddish-orange staining; Slight reaction
with HCI; Little to no moisture; 1%
magnetite

2 MSE-CORE-104B Hanford Unit 2

Very pale brown (10YR 7/3 to 10YR 7/4);
Very fine grained silty sand; Rounded to
subrounded; 1-2% basalt; Quartz is
dominant; Slight to moderate reaction with
HCI; Loose to slightly cemented; Little to
no moisture; Trace amount of magnetite

3 MSE-CORE-106B Hanford Unit 2

Pale yellow (2.5Y 8/3 to 2.5T 8/4); Silt to
very fine grained sand; Subrounded; <1-
1% basalt; some quartz; Carbonate
present; strong reaction with HCI; Highly
cemented but has high transmissivity; trace
amount of magnetite.

4 MSE-CORE-112B | Plio-Pliestocene Caliche

Gravel with silty-sand matrix; Matrix is:
Light yellow brown (2.5Y 6/3); Silt to very
fine grained sand; subrounded; <1-1%
basalt; some quartz; No visible reaction
with HCI; Loose; Trace amount of
magnetite

5 MSE-CORE-119B | Ringold Upper Gravels

8.2.2 Batch Test Aqueous Phase

The calibration batch tests were completed using Columbia River Water. The water was spiked with
uranyl-nitrate at two concentrations (Low Uranium and High Uranium) to produce the stock solutions used
in the initial batch testing. The concentrations were chosen based on the range of dissolved uranium
reported for the 200-UP-1 Operable Unit (EPA, 1997). Aliquots of each stock solution were taken and the
pH adjusted to obtain seven laboratory solutions ranging in pH from 3 to 9.

Page 8-10 9/30/02
Task M FY02 Status Report




The concentration of uranium in the stock solutions was measured in the laboratory and used to calculate
the initial concentration of uranium in the soil/water mixtures (see Table 8-2).

Table 8-2. Measured uranium concentrations in initial batch test solutions

Low Uranium Stock

High Uranium Stock

Solution Solution
mg/L 0.149 1.28
Stock Solutions
mol/L 6.26E-07 5.38E-06
mg/L 0.0745 0.64
Soil/Water Mixtures
mol/L 3.13E-07 2.69E-06

8.2.3 Batch Test Gas Phase

The batch testing was conducted in a CO, controlled atmosphere to simulate the CO, concentrations
measured during the installation of well 299-W19-43. The CO, concentrations selected for the batch

testing included 5,000 ppm, 10,000 ppm, and 20,000 ppm. These CO, concentrations represented the range
of concentrations measured for the samples selected for the batch testing. During the batch testing, the CO,

concentrations were monitored to ensure the testing conditions were representative of the selected
subsurface conditions and to provide data for later geochemical modeling efforts. The measured CO,

concentrations during the batch testing are presented in Figure 8-8. The average values measured during
the batch testing are presented in Table 8-3.
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Figure 8-8. CO2 monitoring measurements acquired during the calibration batch tests.

Table 8-3. Subsurface and batch test CO2 concentrations

Sample Approximate Subsurface CO; Average Batch Test CO;
Description Depth (ft) Concentration (ppm) Concentration (ppm)
MSE-CORE-101B 215 3916 4657
MSE-CORE-104B 1113 17806 20358
MSE-CORE-106B 171.5 8783 10285
MSE-CORE-112B 195.8 7773 10285
MSE-CORE-119B 231.4 5771 4657

8.2.4 Batch Testing

The batch tests were conducted in a glove box to provide the CO, concentration control. A picture of the
laboratory setup is shown in Figure 8-9. For each batch test, a small quantity of soil was placed in a test
tube (approximately 5 grams of soil) and mixed, using a roller table, with Columbia River water
(approximately 25 mL) for one day. This was done to equilibrate the soil with the water. The pH adjusted
stock solution water (approximately 25 mL) was added to the pre-equilibrated soil/water mixture. The test
tubes were gently agitated using the roller table for 2 hours per day for three days. Between rollings, the
soil/water mixtures were left open to the glove box atmosphere to equilibrate with the CO,. The pH of the
solution was measured and adjusted if necessary between each rolling. The pH adjustments were made
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using HC1 and NaOH solutions. After the third rolling, the mixtures were centrifuged and final pH
measurements were made. From each soil/water mixture, a subsample of water was extracted. These
subsamples were filtered and preserved for laboratory analysis.

Quality control during the batch testing followed the specifications outlined in the calibration test plan.
This included duplicate samples; blank samples with water only; and blank samples of spiked water.

Figure 8-9. Batch testing laboratory setup at MSE.

8.3 GEOCHEMICAL MODELING OF BATCH TESTS

The initial geochemical model was designed to simulate conditions of the batch testing. The model
parameters for the initial geochemical model were obtained from laboratory analyses, measurements made
during the batch tests, and relevant literature values. Laboratory analytical data included concentrations of
ionic species in the Columbia River water and the total extractable iron in each soil type. CO,
concentrations measured during the model calibration batch testing were also used in the initial modeling.
Parameters taken from literature included thermodynamic constants, the surface area of the primary sorbent
(iron-hydroxide), and the surface site density for the sorbent.
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8.3.1 Aqueous Component Concentrations

Concentrations of the ions present in the Columbia River water were determined through laborafory
analysis. The aqueous components analyzed for and the corresponding concentrations used in the initial
geochemical model are shown in Table 8-4.

Table 8-4. Aqueous component concentrations used in the initial geochemical model

Aque_:ous_ Qompongnts C.o.n(c'.ﬁr!;lt:'-e;tion ‘_"’“(‘;fg]tff')ﬂ"“

AP . NONDETECT

Ca” . 21 . 5.24E-04

- o 2 - 5.64E-05

F 0.1 5.26E-06
Fe™ ' NON DETECT

K 1 2 56E-05

Mg** 5 " 2.06E-04-

Na® 3 i 1.30E-04

© NOy 0.21 : 1.50E-05

PO 0.03 . 3.16E-07

Si{OH); (as Si} 2.7 ' 961E-05

0% - 13 . : . 1.35E-04

. 0.03 . | 4.59E-07

The ionic strength used in the modeling was calculated from the aqueous components and corresponding
concentrations. The ionic strength (7} of the solution was calculated using the Davies equation:

I= —;—z (mz) Equation 7

where 7 is in molal or molar units, »; is the concentration of ion 7, and z; is the charge of -ioh i. From this,
the ionic strength of the solution was calculated to be 1.85x10” molar.

For each soil sample, an initial high (0.64 mg/L) and low (0.0745 mg/L} uranium concentrailon were
modeled. These were the concentrations of the soil/water mixtures from the batch testing.

8.3.2 Carbon Dioxide Concentrations

As previously discussed in Section 8.2.3, the CO, concentrations were measured during the batch testing.

'The average concentrations of the three target CO, concentrations (see Table 8-3) for the batch testing were

included in the model as the log of the partial pressure, in atmospheres, of CO.

8.3.3 Thermodynamic Data

Equilibrium constants, enthalpy values, and stoichiometric coefficients of the aqueous complexes form the
basis of the geochemical model. The thermodynamic database used in the geochemical modeling efforts
was derived mainly from the chemical equilibrium modeling program MINEQL+© v. 4.5. In addition to
the thermodynamic data included in MINEQL+© v. 4.5, MSE compiled thermodynamic data using
information from professionals and recent studies in uranium adsorption. Sources for the thermodynamic
database include:
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¢ MINTEQAZ v4.02 (Allison et al., 1991) with updated uranium thermodynamic data;
o Surface Complexation Modeling: Hydrous Ferric Oxide (Dzombak and Morel, 1990);

s Uramium (VI) Interactions with Mineral Surfaces: Controlling Factors and Surface Complexat;on
Modeling (Payne, 1999),

o Uranium (VI) fransport Modeling: Geochemical data and Submodels (Tripathi, 1983);

o Adsorption of Uranyl Onto Ferric Oxyhydroxides: Application of the Surface Complexation Siie-
Binding Model (Hsi and Langmuir, 1985);

o NIST Critical Stability Constants of Metal Complexes Database, NIST Standard Reference
Database 46 (Smith and Martell, 1993);

o Mived-Metal Hydroxycarboxylic Acid Complexes - Formation Constants of U(VI) with Fe(Ill),
AIID, In(I1D), and Cu(Il) (Manzurola et al., 1989);

*  The Hydrolysis of Cations (Baes and Mesmer, 1976);
o Critical Stability Constants, Volume 4: Inorganic Complexes (Smith and Martell, 1976); and

o VD) Adsorptwn io Hetrogeneous Subsurfuce Media: Application of a Surface Complexatzan
Model {(Barnett et al., 2002).

8.3.4 Surface Complexation Sorhent Data

The surface complexation sorbent data specifically relates to the description of the sorbent(s).considered in
the geochemical model. These data include the sorbent type and structure, surface-area, and site density.
Iron-hydroxide minerals are being considered the main sorbent for the geochemical modeling.

As previously discussed, studies indicate that iron-hydroxide surface sites (SFeOH) dominate UQ,™
adsorption. Using the CBD analytical results, previously discussed in Section 7.5, and the quantities of soil
and groundwater used in the calibration batch samples, the concentrations of adsorbing solid (=FeOH) were
calculated for each soil sample and are presented in Table 8-5.

Table 8-5. Soild EFeOH concentration values for geochemical model

- Sample Approximate %Z"&?g;:’;e‘%? Mass (g) of Soil in g‘:g:::;'g“(;:l ?rfr Ads?él;;rgHS)ohd
Description Depth (ft) Soil (CBD) Batch Sampie Batch Sam plé Conc(;n;gation
‘MSE:CORE-101B 215 1.66 -5 54 - 0.154
. MSE-CCORE-104B 1113 298 -5 54 g 0.276
" MSE-CORE-106B 171.5 . 378 5 54 0.348 -
MSE-CORE-112B 195.8 1.64 5 54 . 0.152
" MSE-CORE-119B 2314 3.85 5 B4 -0.356

The structure .of the sorbent site may be described as either monodentate or bidentate. The terms
menodentate-and bidentate, when used to describe surface complexation structures, indicate the behavior of
the surface in terms of the surface site chemistry (Hiemstra and Riemsdijk, 1998). A monodentate structure
is one in which the surface site is treated as a point charge. A bidentate structure treats the site as a
distribution of charges, and thus not all of the binding energy that might be available for a point charge is
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available in a bidentate structure. The bidentate structure results in increased competition for the surface
site by the UO,™ ion with other jons in solution. At lower pH values, there is an increase in the number of
H'" ions in solution, resulting in less sorption of the uranium at lower pH values. Likewise, at higher pH =~
values, there are fewer surface sites avallable again resulting in Jess sorption of uranium. Forthe

geochemical model, the stracture of UG, adsorption to =FeOH sorption site is considered a bidentate one.

Several sources have ndicated, through laboratory analysis, that a bidentate structure is more likely than a
monodentate one (Langmuir, 1997; Hiemstra and Riemsdijk, 1998 and Payne, 1999).

The initial geochemical model followed the =FeOH diffuse layer model descnbed by Dzombak and Morel
(1990). The specific surface area of the =FeOH sorbent was modeled as 600 m*/g. The model also
assumes two types of sorbing sites (strong, high affinity and weak, low affinity). The site densities of the
strong and weak sites were 0.005 moles of sites per mole of iron and 0.2 moles per sites per mole of iron,
respectively.

8.3.5 Surface Complexation Reactions

As discussed in Section 8.3.3, thermodynamic data for the aqueous reactions were complied from
numerous sources. Thermodynamic constants for the surface complexation reactions describing UQ,™

" adsorption to =FeOH sites were aiso obtained from these sources. For the initial geochemical modeling

efforts, only bidentate UO;™ and uranyl-carbonate surface complexation reactions with strong and weak
adsorption sites were considered. The reactions and corresponding thermodynamic constants were:

2(= Fe(st)OH) + U0, <> (= Fe(st)OH),U0," +2H* [log K =2.63]
2(= Fe(wk)OH) +UO,"” <> (= Fe{wk)OH),U0,’ +2H " [log K = 6.07]

2= Fe(st)OH) + U0, + H,CO, <> (= Fe{st)0),U0,CO,” +4H*[log K =—16.86]and

- 2(= Fe(Wk)OH) +U0,” + H,CO; <> (= Fe(wk)0),U0,CO,™ +4H " [log K =-12.77]

- Additional UQ," surface complexation reactions considered for the geochemical modeling efforts inctude:

= Fe(wk)OH +UO,™ + H,0 <>= Fe(wk)OUO,0H® + 2H " [log K =8.2}
= Fe(wk)OH +UO,” +3H,0 <= Fe(wk)OH,UO,(OH),’ +2H [logK =-7} .
= Fe(wk)OH +3U0," +5H,0 <= Fe(wk)OUO,),(OH)," +6H " [logK = 15}

= Fe(wk)OH +3U0,” +8H,0 <>= Fe(wk)OHUO,),(OH),* + 8H " [log K =-31 3]
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9 INITIAL GEOCHEMICAL MODEL EVALUATION

The results of the initial geochemical model as compared to the results from the batch testing are presented
in this section. The results are presented as plots of the percent of uranium adsorbed as a function of the
pH under which the adsorption occurred for both the model predictions and observed data from the batch

tests. The goodness-of-fit between the observed and predicted UO," adsorption data was evaluated
quantitatively and qualitatively.

The goodness-of-fit between the results was determined by calculating the root mean squared error
(RMSE) according to:

1/2

1 Ny C LS C'
RMSE = ‘
(nd = Hp),zzll C, Equation 8

Where: n, is the number of data points, n, is the number of adjustable parameters, C is the measured
concentration, C’ is the predicted concentration, and Cj, is the initial concentration. The RMSE is a
measure of the error between predicted and measured values expressed as a function of the initial
concentration,

9.1 BATCH TEST RESULTS

Final uranium concentrations in the batch test samples were measured in the laboratory and the resulting
percentages of adsorbed uranium were calculated. Table 9-1 summarizes the data from the batch testing.

Table 9-1. Results of uranium adsorption batch tests

~ LowUranium Stock Soluton | High Uranium Stock Solution
pH Measured . C?nr:;?ﬁt?:hon % Adsstz)ri?ed to pH Measured s C?mn;;-n)tli':tion % Adssc:)rillaed L
Solution Solution
5.50 0.009 87.9 5.99 0.2 68.8
5.04 0.034 54.4 6.19 0.303 52.7
— 6.20 0.029 61.1 6.37 0.432 325
CORE- 6.63 0.067 10.1 6.87 0.571 10.8
1018 7.39 0.085 14.1 7.58 0.691 -8.0
7.75 0.085 14.1 7.81 0.672 5.0
8.39 0.088 -18.1 8.31 0.646 0.9
6.02 0.028 62.4 6.17 0.405 36.7
6.15 0.041 450 6.27 0.467 27.0
MSE. 6.38 0.018 75.8 6.36 0.449 208
CORE- 6.64 0.039 477 6.96 112 75.0
L 7.33 0.09 -20.8 7.26 1.42 121.9
7.97 0.104 -39.6 7.51 15 134.4
8.78 0.101 .35.6 8.07 0.735 14.8
MSE- 5.28 0.011 85.2 5.36 0.218 65.9
";%';E‘ 5.76 0.02 732 5.89 0.363 433
6.18 0.01 86.6 6.40 0.53 17.2
6.61 0.053 28.9 6.48 0.503 214
7.39 0.08 7.4 7.38 0.634 0.9
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_ LowUraniumStockSoluton |  HighUranium Stock Solution
pH Measured . Ci(:r:;?:)t::tlon % Adzc:)rill:)ad © pH Measured ‘ c?n'::;?I:I)tli':ﬂon % Adss‘::i?ed to
Solution Solution

7.94 0.088 -18.1 7.97 0.674 -5.3

8.14 0.095 -27.5 9.01 0.682 -6.6

6.28 0.084 -12.8 5.98 0.613 4.2

6.46 0.076 -2.0 6.26 0.493 23.0

MSE- 6.45 0.04 46.3 6.32 0.475 258

CORE- 6.86 0.056 248 6.74 0.392 38.8
s 7.47 0.054 275 7.45 0.444 30.6

7.34 0.071 4.7 7.67 0.422 34.1

8.55 0.115 -54.4 8.19 0.503 214

3.90 0.014 81.2 476 0.139 78.3

4.52 0.006 91.9 4.76 0.062 90.3

MSE- 5.54 0.003 96.0 5.54 0.031 95.2

CORE- 6.34 0.007 90.6 6.35 0.081 87.3
Ll 747 0.051 315 7.15 0.503 21.4

8.32 0.086 -15.4 7.56 0.574 10.3

8.79 0.086 -15.4 8.71 0.634 0.9

Values in italics were assumed 0% for comparison to modeled values.

The negative values shown in Table 9-1 indicate that more uranium was in solution at the completion of the
batch test than what was initially in the stock solution at the onset of the batch tests. This may be a result
of uranium initially in the soil desorbing during the batch testing. Laboratory error is also a possible reason
for this discrepancy. Additional studies may confirm the cause of the negative values.

9.2 INITIAL GEOCHEMICAL MODEL RESULTS

The initial conditions of the soil/water mixtures for each batch test were modeled to predict the UO,"
adsorption. The analytical data from the batch tests were then compared to the predicted data from the
geochemical model. The following figures illustrate the most recent results of the geochemical model
iterations and the laboratory batch tests.

Discrepancies between the model and laboratory results may be attributed to several factors including
over/under estimation of available adsorption sites, errors in thermodynamic constants, and inclusion
and/or exclusion of specific chemical reactions. While the RMSE values for the models indicate poor
agreement between the modeled and observed values for adsorption, the general shape of the modeled and
observed sorption curves in most cases is promising. The results of this preliminary effort will be
reexamined, several batch tests rerun and the batch test procedure reviewed to ensure that the modeled
geochemical conditions reflected those of the batch test.
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Calibration Results
MSE-CORE-101B - Hanford Formation
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Figure 9-1. Geochemical modeling and batch test results for MSE-CORE-101B. RMSE between the
model and laboratory values was 7.83 for the high uranium concentration and 7.61 for the low
uranium concentration.
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Calibration Results
MSE-CORE-104B - Hanford Formation
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Figure 9-2. Geochemical modeling and batch test results for MSE-CORE-104B. RMSE between the
model and laboratory values was 8.90 for the high uranium concentration and 6.66 for the low
uranium concentration.
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Calibration Results
MSE-CORE-106B - Hanford Unit
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Figure 9-3. Geochemical modeling and batch test results for MSE-CORE-106B. RMSE between the
model and laboratory values was 7.87 for the high uranium concentration and 6.80 for the low
uranium concentration.
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Calibration Results
MSE-CORE-112B - Plio-Pliestocene Unit (Caliche)
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Figure 9-4. Geochemical modeling and batch test results for MSE-CORE-112B. RMSE between the
model and laboratory values was 7.43 for the high uranium concentration and 8.70 for the low
uranium concentration.
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Calibration Results
MSE-CORE-119B - Ringold Formation
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Figure 9-5. Geochemical modeling and batch test results for MSE-CORE-119B. RMSE between the
model and laboratory values was 5.43 for the high uranium concentration and 3.46 for the low
uranium concentration.
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10 MODEL PARAMETER-OPTIMIZATIONICALIBRATION-' STATUS

Model parameter optimization will be conducted by MSE. This will be the final step in the calibration
process and be completed using FITEQL (Herbelin, & Westall, 1999), which is a computer progtam for
determination of chemical equilibrium constants from experimental data. The calibration data from the
batch testing will be used for this effort. The geochemical model parameters that are being considered for
optimization include the surface area and surface-site density data for the sorbent. These parameters were
initially taken from literature as generally accepted values complied from a number of studies. However,
there is considerable range in some of the values reported in the literature. During the parameter
optimization, MSE will ensure the final model parameters are within a range realistic for Hanford
conditions. MSE will also reconfirm the assumption that iron oxides are the dominant sorbents of the
uranium for the Hanford soils. The results of the subsequent model parameter optimization will be reported

in the FY(3 Status Report.
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11 MODEL VALIDATION STATUS

|

L. The model validation process has been initiated. The test plan for model validation has been written by
MSE, reviewed, and approved by BHI and DOE-RL. Data will be obtained from an additional set of batch
test for this purpose. The validation program may be refined based on results.of additional batch tests and
i other-input. _ . : :
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™~
12 PROJECTED OUT YEAR ACTIVITIES
-
) 12.1FY03
- ;
: The geochem1cal modeling will be completed, along with the laboratory validation of the model usmg
B Hanford soils and groundwater collected from the well drilled in FY01. The site conceptual model will be
m]proved and recommendations will be made for numerical models that can incorporate the description of

uranium transport in the unsaturated and saturated materials at the site. In addition, MSE will make
recommendations for remedial alternatives based on the refined understanding of the uraniuin transport in
the unsaturated and saturated materials at the site, as well as completing an ‘annual status report for FY03.

Scope that will be accomplished during FYO03 includes:

1. Continue to coordinate all efforts with FHI and DOE-R]., and partlclpate in monthly conference
calls.

2. Complete additional laboratory analysis associated with calibration batch tests.

K 3. Complete the laboratory validation batch testing using Hanford soils and groundwater collected
from the well drilled in FYO01. ' ‘
ﬂl'm
[ 4. Complete the validation of the geochemical model.
5. Coordinate with FHI and DOE-RL to meet with personnel at Hanford working on projects in the
m~ 200 East and 300 Areas, in order to share information that may be pertinent to all three project
| efforts.
- 6. Complete geochemical modeling efforts.

7. Improve/update the current conceptual model for the area of concern.

8. Provide recommendations for numerical models that can incorporate the description of uramum
 transport in the unsaturated and saturated materials at the site.

™ 9. Provide recommendations for remedial alternatives based on the refined understanding of the
; uranium transport in the unsaturated and saturated materials at the site.

10. Complete an annual stafus report,

' 12.2FY04

The project will be finalized, and all reporting and closeout efforts for the project will be completed i in
FY04.

e

|

!

L.
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Neutron-Neutron Moisture Borehole Survey
Duratek Federal Services

Log Header

Project: - 200 UP1 Well: 299-W19-43

Log Type: Moisture Gauge

Borehole Information

IWell # _C3381 Water Depth  none ft Total Depth 255 ft
Elevation Reference n/a Elevation .h/a ft '
Depth Reference Ground Surface Casing Stickup 3.7 ft :
Casing Diameter 10.751D in Depth Interval 0t050  ft Thickness __0.50 in
| Casing Diameter 7.6251ID. in - Depth Interval 010255 ft Thickness _ 0.50 in

Logging Information
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RLS Neutron-Neutron Moisture
Duratek Federal Services

Project: 200 UP1
Borehole: 299-W19-43
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Analysis by Three Rivers Scientific
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RLS Neutron-Neutron Moisture
Duratek Federal Services

Project: 200 UP1
Borehole: 299-W19-43
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RLS Neutron-Neutron Moisture
Duratek Federal Services

Project: 200 UP1
Borehole: 299-W19-43

Moisture
(% vol fraction)

0 5 10 15 20 25

|
280 J
290 -
ﬁ BO |t gl
= : : : i
&} 1§ (o E— ; ....... E ...... ; ....... ; ........
o : ; : :
A0 v ....... ...... ....... .........
ST TS . T .
340 ....... ...... ....... ...... ]
860 | emreemm

370

Casing thickness correction applied for 0.5 in

Analysis by Three Rivers Scientific

Depth (feet)

Log Date : July 15&16, 2001
Depth Datum : Ground Surface

Moisture

(% vol fraction)
0 5 10 15 20 25

370 ; : I : . l
0 100 200 300 400 500

Gross Gamma (c/s)



Moisture Log Analysis & Summary
Duratek Federal Services

Project: 200 UP1 Well ID: 299-W19-43
Log Type: Moisture Gauge Log Date: July 15&16, 2000

General Notes:

The 8 inch calibration coefficients were used for all logged depths. The 8 inch
calibration standard has an 8.64 inch borehole diameter, with .32 inch casing thickness,
and the borehole diameter in these log data is 8.625 inches. The depth interval from 0 to
50 feet has both the 8 inch and 10 inch casing. No calibration exists for the 10 inch
casing.

Log data were collected with a depth reference of ground surface.

System Performance Verify: The pre- and post-log verification passed performance
standards, 0.3% change from start of log to end of log, in the shield verify.

Repeat Interval: Based on the repeat interval from 130 to 150 feet and 225 to 230 feet,
the logging system performed according to specifications.

Environmental Corrections: The moisture levels have been corrected for casing
thickness (0.5 inch) for all well depths logged. No formation density correction has been
applied because density values are not available.

Observations:
The moisture levels show values ranging from 3% to 16% for the depth interval from 50
feet to 255 feet.

A variable moisture structure shows from 75 to 255 feet. Over this depth interval, there
is some correlation with the gross gamma signature, and sections with little correlation.
Therefore, moisture content is sensitive to physical geologic conditions, while
radionuclides variations are representative of mineralogy.
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RLS Spectral Gamma Ray Borehole Survey

Duratek Federal Services

Log Header

Project: 200 UP1 Well: 299-W19-43

Log Type: HPGe Spectral Gamma Ray

Borehole Information

Well # _C3381 Water Depth  none ft Total Depth 255 ft
Elevation Reference n/a Elevation n/a ft

Depth Reference Ground Surface Casing Stickup 3.7 ft

Casing Diameter 10.75 ID  inDepth Interval 0to 50 ft Thickness _0.5 in
Casing Diameter 7.625 ID inDepth Interval 0to 255 ft Thickness _0.5 in

Logging Information

Log Type: HPGe Spectral Gamma Ray

Company Duratek Federal Services

Date/Archive File Name July 16,2001 H2W19043

Logging Engineers J. Meisner J. Kiesler

Instrument Series RLSG07000S00.0

Logging Unit RLS-1

Depth Interval 48 to 181 ft Prefix A726
171 to 255 ft AT727

Instrument Calibration Date Oct 6, 2000

Calibration Report WHC-SD-EN-TI-292, Rev 0.

Analysis Information

Company Three Rivers Scientific
Analyst Russ Randall
Date July 18, 2001

Notes No man-made contamination detected. The natural uranium levels are slightly higher than normal
Hanford soils.
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RLS Spectral Gamma Ray Borehole Survey
Duratek Federal Services

Project: 200 UP1 Log Date: July 16, 2001
Borehole: 299-W19-43 Naturally Occurring Radionuclides
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RLS Spectral Gamma Ray Borehole Survey
Duratek Federal Services

Project: 200 UP1 Log Date: July 16, 2001
Borehole: 299-W19-43 Naturally Occurring Radionuclides
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RLS Spectral Gamma Ray Borehole Survey
Duratek Federal Services

Project: 200 UP1 Log Date: July 16, 2001
Borehole: 299-W19-43 Naturally Occurring Radionuclides
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Project: 200 UP1

RLS Spectral Gamma Ray Borehole Survey
Duratek Federal Services

Borehole: 299-W19-43
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RLS Spectral Gamma Ray Borehole Survey
Duratek Federal Services

Project: 200 UP1 Log Date: July 16, 2001

Borehole: 299-W19-43 Naturally Occurring Radionuclides
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RLS Spectral Gamma Ray Borehole Survey
Duratek Federal Services

Log Date: July 16, 2001

Naturally Occurring Radionuclides

Project: 200 UP1
Borehole: 299-W19-43
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Spectral Gamma Ray Log Analysis & Summary
Duratek Federal Services '

Project: 200 UP1 _ Well: 299-W19-43
Log Type: HPGe Spectral Gamma Ray Log Date: July 16, 2001
General Notés:

Total gamma is a response to geologic concentrations of natural radionuclides. A change
in sensitivity of gross gamma to geologic concentrations of natural radionuclides occurs
at dual casing change to single casing (50 ft).

Log data collected with a depth reference of ground surface.

System Performance Verify: The pre- and post-log verification passed performance

standards; -3.5% and 2.3% changes were observed in the gross for each series run. The

FWHM of the 583 keV photo peak was also within specifications for pre- and post-log
verification. '

Repeat Interval: Based on the repeat interval, the logging system pérformed as per
specifications, for potassium and thorium (see notes below on radon pumping).

Environmental Corrections: All radionuclide concentrations have been corrected for
casing attenuation (entire well). No water correction was applied, because water level
was not reached. No casing correction was applied to the total gamma due to- Compton
downscatter interference. :

Radionuclides: : :

No man-made radionuclide contamination was detected. This observation was confirmed
using a summing technique for the spectral data. A stacking of spectra was.performed to
enhance the statistical precision of the KUT signals. Four adjacent spectra are summed
and the depth is set at the mid-point of the beginning and ending spectra.. This averages
spectra over 2 feet vertical depth resolution, which is close. to the inherent depth
resolution of the gamma instrument. The next sum is performed over the 2™ through 5™
spectra. Data processing is then performed over these summed spectra as normal.

The natural uranium concentration is slightly higher than normally observed for Hanford
soils. No dis-equilibrium below radon, in the natural uranium series was observed within

- statistical uncertainty of the collected data. There is some indication of radon pumping

causing real changes in uranium and gross. The repeat section experienced 1 hour and 18
minutes delay while refilling the tool with liquid nitrogen. Over this time interval, the
uranium and gross did not repeat within statistical precision, but the potassium and
thorium did repeat within statistical precision.
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The changes in gross gamma from 150 to 255 feet are reflected by changes in potassium,
uranium, and thorium; which is indicative of geologic effects. A stack plot is also
included. The enhanced statistical precision of the stacked response allows a better view
of the changes in KUT causing the changes in gross.
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Plate 2. Sediment Mineralogy
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Plate 3. Groundwater Geochemical Data
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Plate 4, Petrographic Analysis Data
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